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ADVERTISEMENT. 


The  Committee  appointed  by  the  Royal  Society  to  direct  the  publication  of  the 
Philosophical  Transactions  take  this  opportunity  to  acquaint  the  public  that  it  fully 
appears,  as  well  from  the  Council-books  and  Journals  of  the  Society  as  from  repeated 
declarations  which  have  been  made  in  several  former  Transa/^tionSy  that  the  printing  of 
them  was  always,  from  time  to  time,  the  single  act  of  the  respective  Secretaries  till 
the  Forty-seventh  Volimie ;  the  Society,  as  a  Body,  never  interesting  themselves  any 
further  in  their  publication  than  by  occasionally  recommending  the  revival  of  them  to 
some  of  their  Secretaries,  when,  from  the  particular  circumstances  of  their  affairs,  the 
Transactions  had  happened  for  any  length  of  time  to  be  intermitted.  And  this  seems 
principally  to  have  been  done  with  a  view  to  satisfy  the  public  that  their  usual 
meetings  were  then  continued,  for  the  improvement  of  knowledge  and  benefit  of 
mankind  :  the  great  ends  of  their  first  institution  by  the  Royal  Charters,  and  which 
they  have  ever  since  steadily  pursued. 

But  the  Society  being  of  late  years  greatly  enlarged,  and  their  communications  more 
numerous,  it  was  thought  advisable  that  a  Committee  of  their  members  should  be 
appointed  to  reconsider  the  papers  read  before  them,  and  select  out  of  them  such  as 
they  should  judge  most  proper  for  publication  in  the  future  Transactions ;  which  was 
accordingly  done  upon  the  26th  of  March,  1752.  And  the  grounds  of  their  choice  are, 
and  will  continue  to  be,  the  importance  and  singularity  ot  the  subjects,  or  the 
advantageous  manner  of  treating  them ;  without  pretending  to  answer  for  the 
certainty  of  the  facts,  or  propriety  of  the  reasonings  contained  in  the  several  papers 
so  published,  which  must  still  rest  on  the  credit  or  judgment  of  their  respective 
authors. 

It  is  likewise  necessary  on  this  occasion  to  remark,  that  it  is  an  established  rule  of 
the  Society,  to  which  they  will  always  adhere,  never  to  give  their  opinion,  as  a  Body, 
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upon  any  subject,  either  of  Nature  or  Art,  that  comes  before  them.  And  therefore  the 
thanks,  which  are  frequently  proposed  from  the  Chair,  to  be  given  to  the  authors  of 
such  papers  as  are  read  at  their  accustomed  meetings,  or  to  the  persons  through  whose 
hands  they  received  them,  are  to  be  considered  in  no  other  light  than  as  a  matter  of 
civiUty,  in  return  for  the  respect  shown  to  the  Society  by  those  communications.  The 
like  also  is  to  be  said  with  regard  to  the  several  projects,  inventions,  and  curiosities  of 
various  kinds,  which  are  often  exhibited  to  the  Society ;  the  authors  whereof,  or  those 
who  exhibit  them,  frequently  take  the  liberty  to  report,  and  even  to  certify  in  the 
public  newspapers,  that  they  have  met  with  the  highest  applause  and  approbation. 
And  therefore  it  is  hoped  that  no  regard  will  hereafter  be  paid  to  such  reports  and 
public  notices;  which  in  some  instances  have  been  too  lightly  credited,  to  the 
dishonour  of  the  Society. 
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PHILOSOPHICAL  TRANSACTIONS. 


I.  The  Stability  of  a  Spherical  Nebula. 

By  J.  H.  Jeans,  B.A.^  Fellow  of  Trinity  College,  and  Isaac  Newton  Stitdent  in  the 

University  of  Cambridge, 

Communicated  by  Professor  G.  H.  Dakwin,  F.R.S. 
Received  June  15,— Bead  June  20,  1901.    Revised  Febniary  28,  1902. 

Introduction. 

§  1.  The  object  of  the  present  paper  can  be  best  explained  by  referring  to  a  sentence 
which  occurs  in  a  paper  by  Professor  G.  H.  Darwin.*     This  is  as  follows  : — 

"  The  principal  question  involved  in  the  nebular  hypothesis  seems  to  be  the 
stability  of  a  rotating  masss  of  gas ;  but,  unfortunately,  this  has  remained  up  to  now 
an  untouched  field  of  mathematical  research.  We  can  only  judge  of  probable  results 
from  the  investigations  which  have  been  made  concerning  the  stability  of  a  rotating 
mass  of  liquid." 

In  so  far  as  the  two  cases  are  parallel,  the  argument  by  analogy  will,  of  course,  be 
valid  enough,  but  the  compressibility  of  a  gas  makes  possible  in  the  gaseous  nebula  a 
whole  series  of  vibrations  which  have  no  counterpart  in  a  liquid,  and  no  inference  as 
to  the  stability  of  these  motions  can  be  drawn  from  an  examination  of  the  behaviour 
of  a  liquid.  Thus,  although  there  will  be  unstable  vibrations  in  a  rotating  mass  of 
gas  similar  to  those  which  are  known  to  exist  in  a  rotating  liquid,  it  does  not  at  all 
follow  that  a  rotating  gas  will  become  unstable,  in  the  first  place,  through  vibrations 
which  have  a  counterpart  in  a  rotating  liquid  :  it  is  at  any  rate  conceivable  that  the 
vibrations  through  which  the  gas  first  becomes  unstable  are  vibrations  in  which  the 
compressibility  of  the  gas  plays  so  prominent  a  part,  that  no  vibration  of  the  kind 
can  occur  in  a  liquid.  If  this  is  so,  the  conditions  of  the  formation  of  planetary 
systems  will  be  widely  different  in  the  two  cases. 

With  a  view  to  answering  the  questions  suggested  by  this  argxunent,  the  present 
paper  attempts  to  examine  in  a  direct  manner  the  stability  of  a  mass  of  gravitating 
gas,  and  it  will  be  found  that,  on  the  whole,  the  results  are  not  such  as  could  have 
been  predicted  by  analogy  from  the  results  in  the  case  of  a  gravitating  liquid.     The 

*  "  On  the  Mechanical  Conditions  of  a  Swarm  of  Meteorites,  and  on  Th^orieg  of  Cosmogony,"  *  Phil. 
Trans.,'  A,  vol.  180,  p.  1  (1888). 
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main  point  of  difference  between  the  two  cases  can  be  seen,  almost  without 
mathematical  analysis,  as  follows  : — 

§  2.  Speaking  somewhat  loosely,  the  stability  or  instability  may  be  measured  by 
the  resultant  of  several  factors.  In  the  case  of  an  incompressible  liquid  we  may  say 
that  gravitation  tends  to  stability,  and  rotation  to  instability ;  the  liquid  becomes 
unstable  as  soon  as  the  second  factor  preponderates  over  the  first.  The  gravitational 
tendency  to  stability  arises  in  this  case  from  the  surface  inequalities  caused  by  the 
displacement :  matter  is  moved  from  a  place  of  higher  potential  to  a  place  of  lower 
potential,  and  in  this  way  the  gravitational  potential  energy  is  increased.  As  soon 
as  we  pass  to  the  consideration  of  a  compressible  gas  the  case  is  entirely  different. 

Suppose,  to  take  the  simplest  case,  that  we  are  dealing  with  a  single  shell  of 
gravitating  gas,  bounded  by  spheres  of  radii  r  and  r  +  cZr,  and  initially  in  equilibrium 
under  its  own  gravitation,  at  a  uniform  density  p^ 

Suppose,  now,  that  this  gas  is  caused  to  undergo  a  tangential  compression  or 
dilatation,  such  that  the  density  is  changed  from 

/>0  "^^  PO  +  ^Pn^n, 

where  /O;.  is  a  small  quantity,  and  S«  is  a  spherical  surface  harmonic  of  order  n. 

It  will  readily  be  verified  that  there  is  a  decrease  in  the  gravitational  energy  of 
amount 


47rrS  {drf  t  —^-""^      f f  S,^  sin  6  dO  d<l>. 


(2n  +  1) 

As  this  is  essentially  a  positive  quantity,  we  see  that  any  tangential  displacement 
of  a  single  shell  will  decrease  the  gravitational  energy. 

This  example  is  sufficient  to  show  that  when  the  gas  is  compressible,  the  tendency 
of  gravitation  may  be  towards  instability.  The  gravitation  of  the  surface  inequalities 
will  as  before  tend  towards  stability,  but  when  we  are  dealing  with  a  gaseous  nebula, 
it  is  impossible  to  suppose  that  a  discontinuity  of  density  can  occur  such  as  would  be 
necessary  if  this  tendency  were  to  come  into  operation.  Rotation  as  before  will  tend 
to  instability,  and  the  factor  which  makes  for  stability  will  be  the  elasticity  of 
the  gas. 

We  can  now  see  that  there  is  nothing  inherently  impossible,  or  even  improbable, 
in  the  supposition  that  for  a  gaseous  nebula  the  symmetrical  configuration  may 
become  unstable  even  in  the  absence  of  rotation.  The  question  which  we  shall 
primarily  attempt  to  answer  is,  whether  or  not  this  is,  in  point  of  fact,  a  possible 
occurrence,  and  if  so,  under  what  circumstances  it  will  take  place.  To  investigate 
this  problem,  it  will  be  sufficient  to  consider  the  vibrations  of  a  non-rotating  nebula 
about  a  configuration  of  spherical  symmetry. 

§  3.  Unfort.unately,  the  stability  of  a  gaseous  nebula  of  finite  size  is  not  a  subject 
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which  lends  itself  well  to  mathematical  treatment.  The  principal  difficulty  lies  in 
finding  a  system  which  shall  satisfy  the  ordinarily  assumed  gas  equations,  and  shall 
at  the  same  time  give  an  adequate  representation  of  the  primitive  nebula  of 
astronomy. 

If  we  begin  by  supposing  a  nebula  to  consist  of  a  gas  which  satisfies  at  every 
point  the  ordinarily  assumed  gas  equations,  and  to  be  free  from  the  influence  of  all 
external  forces,  then  the  only  configuration  of  equilibrium  is  one  which  extends  to  an 
infinite  distance,  and  is  such  that  the  nebula  contains  an  infinite  mass  of  gas.  The 
only  alternative  is  to  suppose  the  gas  to  be  totally  devoid  of  thermal  conductivity, 
and  in  this  case  there  is  an  equilibrium  configuration  which  is  of  finite  size  and 
involves  only  a  finite  mass  of  gas.  But  the  assumption  that  a  gas  may  be  treated  as 
non-conducting  finds  no  justification  in  nature.  When  we  are  dealing,  as  in  the 
present  case,  with  changes  extending  through  the  course  of  thousands  of  years,  we 
cannot  suppose  the  gas  to  be  such  a  bad  conductor  of  heat,  that  any  configuration, 
other  than  one  of  thermal  equilibrium,  may  be  regarded  as  permanent. 

Professor  Darwin  has  pointed  out  that  a  nebula  which  consists  of  a  swarm  of 
meteorites  may,  under  certain  limitations,  be  treated  as  a  gas  of  which  the  meteorites 
are  the  "  molecules."*  In  this  quasi-gas  the  mean  time  of  describing  a  free  path  must 
be  measured  in  days,  rather  than  (as  in  the  case  of  an  actual  gas)  in  units  of 
lO""'  second.  The  process  of  equalisation  of  temperature  will  therefore  be  much 
slower  than  in  the  case  of  an  actual  gas,  and  it  is  possible  that  the  conduction  of  heat 
may  be  so  slow  that  it  would  be  legitimate  to  regard  adiabatic  equilibrium  as 
permanent,  t 

Except  for  this  the  mathematical  conditions  are  identical,  whether  we  assume  the 
gaseous  or  meteoritic  hypothesis.  The  present  paper  deals  primarily  with  a  nebula  in 
which  the  equilibrium  is  conductive,  but  it  will  be  found  possible  from  the  results 
arrived  at,  to  obtain  some  insight  into  the  behaviour  of  a  nebula  in  which  the 
equilibrium  is  partially  or  wholly  convective. 

§  4,  Whether  we  suppose  the  thermal  equilibrium  of  the  gas  to  be  conductive  or 
adiabatic,  we  are  still  met  by  the  difficulty  that  the  gas  equations  break  down  over 
the  outermost  part  of  the  nebula,  through  the  density  not  being  sufficiently  great  to 
warrant  the  statistical  methods  of  the  kinetic  theory.  This  difficulty  could  be  avoided 
by  supposing  that  the  nebula  is  of  finite  size,  and  that  equilibrimn  is. maintained  by 
a  constant  pressure  applied  to  the  outer  surface  of  the  nebula.  If  this  pressure  is  so 
great  that  the  density  of  gas  at  the  outer  surface  of  the  nebula  is  sufficiently  large  to 
justify  us  in  supposing  that  the  gas  equations  are  satisfied  everywhere  inside  this 
surface,  then  the  difficulty  in  question  will  have  been  removed.  On  the  other  hand, 
this  pressure  can  only  be  produced  in  nature  by  the  impact  of  matter,  this  matter 

♦  G.  H.  Darwin,  loe.  cit.,  ante. 
t  Ibid.,  p.  64. 
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consisting  either  of  molecules  or  meteorites,  so  that  we  are  now  called  upon  to  take 
account  of  the  gravitational  forces  exerted  upon  the  nebula  by  this  matter.  This 
whole  question  is,  however,  deferred  until  a  later  stage ;  for  the  present  we  turn  to 
the  purely  mathematical  problem  of  finding  the  vibrations  of  a  mass  of  gas  which  is  in 
equilibrium  in  a  spherical  configuration.  We  shall  consider  two  distinct  cases.  In  the 
first,  equiHbrium  is  maintained  by  a  constant  pressure  applied  to  the  outer  surface  of 
the  nebula,  this  surface  being  of  radius  R^.  In  the  second,  the  nebula  extends  to  infinity, 
and  it  is  assumed  that  the  ordinary  gas  equations  are  satisfied  without  limitation.  We 
suppose  for  the  present  that  the  gas  is  in  thermal  equilibrium  throughout.  It  is  not, 
however,  supposed  that  the  gas  is  all  at  the  same  temperature  ;  to  make  the  question 
more  general,  and  to  give  a  closer  resemblance  to  the  state  of  things  which  may  be 
supposed  to  exist  in  nature,  it  will  be  supposed  that  the  gas  is  collected  round  a  solid 
spherical  core  of  radius  Rq,  and  the  temperature  will  be  supposed  to  fall  off  as  we 
recede  from  this  core  to  the  surface,  the  equation  of  conduction  of  heat  being  satisfied 
at  every  point.  We  shall  also  suppose  that  the  gas  is  acted  upon  by  an  external 
system  of  forces,  this  system  being,  like  the  nebula,  spherically  symmetrical.  The 
reason  for  these  generalisations  will  be  seen  later ;  it  will  at  any  time  be  possible  to 
pass  to  less  general  cases. 

The  Criterion  of  Stability. 

The  Principal  Vibrations  of  a  Spherical  Nebula. 

§  5.  We  shall  take  the  point  about  which  the  nebula  is  symmetrical  as  origin.  It 
will  be  convenient  to  use  rectangular  co-ordinates  x,  y,  z,  in  conjunction  with  polar 
co-ordinates  r,  ^,  <^.  We  shall  imagine  the  nebula  to  undergo  a  small  continuous 
displacement ;  let  the  components  of  this  be  f ,  17,  ^,  when  referred  to  rectangular 
co-ordinates,  and  Uy  ru,  rw  sin  6  when  referred  to  polars.    Thus  the  point  initially  at 

aj,  2/,  z     or     r,  6,  (f> 

is  found  after  displacement  at 

o(^  +  i,  y  +  V>  ^  +  C    ^r     r  +  u,  d  +  i\  <f>  +  IV. 

The  cubical  dilatation  of  this  displacement  will  be  denoted  by  A,  so  that 

a?     8;;      a^ 
^  =  a^  +  -^  +  ¥ 

=  1.  9   (r^u)  +  ^~  4  {v  sin  6)  +  ^. 


Digitized  by 


Google 


MK.  J.  H.  JEANS  ON   THE  STABILITY   OF  A  SPHERICAL   NEBULA.  5 

In  general  we  shall  denote  the  density  by  /»,  pressure  by  tjt,  temperature  by  T, 
total  potenticd  by  V,  coefficient  of  conduction  of  heat  by  k,  and  the  gas  constant  by  X, 
the  last  of  these  being  given  by  the  equation 


17 


=  ^Tp (1). 


In  the  equilibrium  configuration  each  of  the  quantities  just  defined  is  a  function  of 
r  only. 

If  c  is  any  one  of  these  quantities,  we  shall  denote  the 

Value  of  c  in  the  equilibrium  configuration,  evaluated  at  a:,  y,  2;,  by  Oq. 
„  „  displaced  „  „  „  „    Cq  +  c. 

at  aj  +  f,  y+17,  z  +  i  by  Co  +  Cp 

The  quantities  c^^  c\  c^  are,  of  course,  not  independent.  Since  Cq-^-  c^  is  the  same 
function  of  a:  +  ^>  y  +  ^>  2;  +  ^>  as  is  Cq  +  c'  of  x,  y,  2:,  we  have,  as  far  as  the  first 
order  of  small  quantities, 

o,  +  c,  =  o.  +  o-  +  f.|+,|-  +  £|, 


or,  since  c^  is  a  function  of  r  only. 


^i-c'+«g« (2). 


§  6.  From  the  equation  of  continuity  we  have  at  once 

Pi=-po^ (3). 

Since  X  remains  the  same  throughout  the  motion  of  any  given  element  of  the  gas, 

\  =  0 ;    .     .    .    .     (4). 

Hence,  from  equation  (1), 

Wo  +  ^'i  =  \)  (To  +  Ti)  (^0  +  Pi)* 
giving  as  the  value  of  btj 

^i  =  K  (TiPo  +  TqPi)  =  Vo  (Ti  -  ATo) (5). 

So  long  as  we  confine  our  attention  to  a  single  element  of  the  gas,  the  coefficient  of 
conduction  of  heat  is  proportional  to  the  square  root  of  the  temperature,  and  is 
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independent  of  the  density.*     We  therefore  have,  as  far  as  the  first  order  of  small 
quantities, 

(6). 


^«  A 


^0        2To 

Lastly  Y\  regarded  as  the  diflference  between  Vq  +  V  ^^^  Vq,  is  seen  to  be  the 
potential  of  a  volume-distribution  of  matter  of  density  p\  to  which  must  be  added  : 

(i.)  The  potential  of  a  surface-distribution  over  the  sphere  r  =  Rq*  ^^^  surface 
density  being 

where  o-q  is  the  mean  density  of  the  core,  and 

(ii.)  The  potential  of  a  surface-distribution  over  the  sphere  r  =  R^,  the  surface 
density  being 

where  (r^  is  the  density  of  the  medium  (if  any)  outside  the  nebula. 

§  7.  We  are  now  in  a  position  to  handle  the  equations  of  motion,  and  of  conduction 
of  heat.  For  the  element  which,  in  the  undisturbed  state,  is  at  a:,  y,  z,  the  equations 
of  motion  are  three  of  the  type 

|f  =  |(V.  +  V')-^^|(».+w') (7). 

Transforming  to  polar  co-ordinates,  these  equations  are  equivalent  to 

^-I^Vfo  +  y')-^^l('«+'') (8). 

*'  dt*  ~  'r   Ze         pf,r  30 ^  '' 

CT*        r  sin  0  o^        PqT  sm  a  o^  ^     ' 

As  an  equation  of  equilibrium,  we  have 

and  with  the  help  of  this,  equation  (8)  reduces  to 


Po  ^       Po 


dfi-   br   ~  p,   ^  ^  p,^  dr ^^"^^^ 


as  far  as  the  first  order  of  small  quantities. 

*  BoLTZMANN,  *  Vorleaungen  iiber  Gastheorie,'  vol.  1,  §  13. 
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Let  us  write 

X  =  ^'-^7Po (13). 

so  that 

•^  _av'_  1  B^L   ,    «_'  3A) 

3r  "~    8r         po   3r         p^'  dr  ' 

then  equation  (12)  becomes 

and,  by  the  use  of  equation  (2),  this  is  seen  to  be  equivalent  to 

Equations  (9)  and  (10)  now  take  the  simple  forms, 

d^v 1  3^         ?!^ 


From  these  last  two  equations,  we  obtain  at  once 

32  f    1     3  ,     .    „    ,   9m;  1  1       3  /  .    /,  3v\   ,        1      d^x 

or,  what  is  the  same  thing, 

{.-l|(^„)}=VV-ii(^^) (.5). 


3<» 


§  8.  The  equation  of  conduction   of  heat  is,  as  far  as  the  first  order  of  small 
quantities, 

,,  3pi  ,  ^  3T.       1  r3/  3T\   ,    3/   3T\   ,    3/   3T\1  ,,^, 

in  which  /?,  ^,  T  stand  for  p^  +  p\  Kq  +  ^'>  'Tq  +  r  respectively.     The  notation  is  that 
of  KiRCHHOFF ;  the  equation  may  either  be  written  down  from  first  principles,  or 
regarded  as  a  simplified  form  of  Kirchhoff's  general  equation.* 
Since  there  is  thermal  equilibrium  in  the  undisturbed  configuration, 


*  KiRCHHOFF,  *  Vorlesungen  iiber  die  Theorie  der  Warme,  p.  118. 
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Hence  equation  (16)  reduces  to  the  form 

-«i+o.i:'=^{i('oi)+i(.|)+i(.t) 

+£(-IM(''f)+l(''l')}  ■  (-)• 

Since  icq,  Tq  are  functions  of  r  only,  the  bracket  on  the  right-hand  side  of  this  last 
equation  again  reduces  to 


Now  equation  (17)  can  be  written  in  the  form 

|^»^»  +  KoV^To  =  0 (21), 

whence,  by  differentiation  with  respect  to  r, 

With  the  help  of  equation  (22),  the  bracket  in  the  second  line  of  (20)  reduces  to 

2y.,  3To 


,.3 


dr  ' 


while,  with  the  help  of  (21),  that  in  the  third  line  becomes 


2*0  3T„ 


r 


Br 


Again,  if  we  substitute  for  Ki  the  value  found  for  it  in  equation  (6),  the  two  last 
terms  in  the  first  line  of  (20)  can  be  transformed  as  follows : 

dr    dr   +  "1^  ^0  ~  "0  3/-  \2tJ  dr   ^  2T„  j  3/-    8r   +  "»  ^  ^»  J 
and  the  last  bracket  vanishes  by  equation  (21). 


Digitized  by 


Google 


I 


|>|:+KoV^T'  +  |:'g'  +  .'v% (19).  I 

and,  cleared  of  accented  symbols  by  the  use  of  equation  (2),  this  takes  the  form 

dr    dr  +"0^  ^1^  dr    dr  + ''i  ^  ^0 
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Collecting  results,  and  substituting  for  p^  from  equation  (3),  we  find  that  equation 
(18)  takes  the  form 

-''.t("-*l+-'»)}      •    ■    ■(^')-* 

§  9.  In  addition  to  the  volume-equations  which  have  just  been  found,  there  are 
certain  boundary  conditions  which  must  be  satisfied.     These  are  as  follows : 

(i.)  The  pressure  must  remain  constant  at  the  outer  surface,  so  that  we  nmst 
liave 

(ii.)  The  temperature  must  remain  unaltered  at  r  =  Rq,  or  else  the  flow  of 
temperature  across  the  surface  ?•  =  Rq  must  remain  ml.  These  two  suppositions 
require  respectively 

[TJ„.=  0,     or    [fj^^=0. 

(iii.)  A  similar  temperature  condition  must  be  satisfied  at  r  =  Ri. 

(iv.)  The  kinematical  and  dynamical  boundary  conditions  at  the  surface  r  =  Rq 
must  be  satisfied.  These  express  that  the  normal  velocities  shall  be  continuous  at 
this  surface,  and  that  the  motion  of  the  rigid  core  shall  be  such  as  would  be  caused 
by  the  forces  acting  upon  it  from  the  gas. 

§  10.  Equations  (14),  (15)  and  (23)  give  the  rates  of  change  in  m,  A  and  T^  in  terms 
of  these  quantities.  Hence  these  equations  enable  us  theoretically  to  trace  the 
changes  in  w,  A  and  T^,  starting  from  any  arbitrary  values  of  w.  A,  Tj,  du/dt  and 
d^/dt,  which  are  such  as  to  satisfy  the  boundary  conditions. 

Imagine  initial  values  of  w,  A,  T^,  du/dt  and  diijdt,  in  which  the  latitude  and 
longitude  enter  only  through  the  factor  S^,  where  S«  is  any  spherical  harmonic  of 
order  n.  Then  it  can  be  shown  that  the  solution  through  all  time  (so  long  as  the 
squares  of  the  displacement  may  be  neglected)  is  such  that  thQ  latitude  and  longitude 
enter  only  through  the  factor  S«.  For,  assuming  a  solution  of  this  form,  the  value  of 
V  found  in  §  6  will  contain  S;,  as  a  factor,  as  will  also  p^,  m^,  ts  (equations  3,  5,  2) 
and  X  (equation  13).     The  same  is  true  of  V^^*  ^^"^i  and  Vhi,  since 

^  [/«  sj  =  {i  I  (^  V^)  -  "-'^^-<->}  s„ 

*  Sections  5-8  were  re-written  in  November,  1901.  I  take  this  opportunity  of  e3q)ressing  my  thanks 
to  the  referee  for  the  care  and  trouble  which  he  has  bestowed  upon  my  paper.  To  him  I  am  indebted  for 
several  improvements  in  these  four  sections,  in  particular  for  the  present  form  of  ecjUation  (23),  and  also 
for  the  removal  of  a  serious  inaccuracy  from  my  original  equations. 

VOL.  CXOIX. — A.  V 
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where /(?•)  is  any  fiinction  of  r.    It  therefore  appears  that  every  term  in  equations  (14), 

(15)  and  (23)  will  contain  S«  as  a  factor.     Dividing  out  by  this  factor,  we  are  left  with 

equations  which  do  not  involve  6  and  <^,  and  this  verifies  our  statement. 

§  11.  It  therefore  follows  that  there  are  principal  vibrations*  in  which  u^  A  and  T^ 

are  of  the  form 

u  =  AS^cv^ (24), 

A  =  BS^Ci^ (25), 

Ti  =  CS,e'>' (26), 

in  which  A,  B,  C  are  functions  of  r  only.     The  relations  between  A,  B,  C  and  p  must 
be  found  from  the  equations  (14),  (15),  (23),  and  the  boundary  conditions. 
The  value  of  p  for  the  vibration  just  specified  is 

,'  =  p.-„f  =  -  (v,  +  »f)  =  -  (a^  +  b^)s,.*'. 

We  shall  in  future  drop  all  zero  suffixes,  there  being  no  longer  any  danger  of 
confusion.  Calculating  V  after  the  manner  explained  in  §  6,  we  find  {cf.  Thomson 
and  Tait,  *  Nat.  Phil.,'  §  542), 

where 


V  =  ,.     ,r   _„  { ~  1^  (a  I  +  Bp)  1"^-^ dr  -  [A (p  -  cro)  ."■^^l,,,} 


(2»+  l)r»+> 


We  have  further,  by  equations  (2)  and  (5), 

m'  =  7^,-u~^  =  \p{C-  BT)S,ev'  -  A  ~-  S,e'>^, 

and  hence  we  obtain  (equation  13) 

where 

F  =  V-X(C-.BT)  +  -^^ (--^8). 

Substituting  the  assumed  solutions  for  «,  A  and  Tj,  and  the  corresponding  values 
for  x>  ply  ^i>  ii^  equations  (14),  (15)  and  (23),  and  dividing  throughout  by  the  factor 
S„ev^,  we  find  the  relations 

♦  In  order  to  avoid  circumlocutiou,  we  shall  find  it  convenient  to  use  the  terms  "  principal  co-ordinate  " 
and  "  principal  vibration,"  although  we  are  ignorant  as  to  whether  the  nebula  is  stable  or  unstable.  It 
will  ultimately  be  found  that  we  only  apply  our  results  to  nebula?  which  are  either  stable  or  in  the  limiting 
state  of  neutral  equilibrium. 
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-^^  =  §-ji-V>-^ <^»). 

-i>»(B-i|-{^A))=-"<''J^»F (30). 

W(M,B+C,C)  =  ^^  +  --  [i-yi)  -  n(»  +  1)  c}  +  4  (§,)§ 

The  boundary-equations  found  in  §  9  reduce  to  the  following : — 
(i)  [C  -  BT],..,  =  0     .     ,     .' (82), 

(ii)C„^=0     or     [^^^=0 (88), 

(iii)  Equations  similar  to  (33)  at  7^  =  R^ (34), 

(iv)  (A)^«ij^  =  0,  when  n  is  different  from  unity,  or  a  more  complex  equation  in  the 
case  of  71=  1 (35). 

§  12.  From  the  manner  in  which  the  analysis  has  been  conducted,  it  wiU  be  clear 
that  every  principal  vibration  must  either  be  one  of  the  class  just  investigated,  or 
else  a  vibration  such  that  u,  A,  and  T  vanish  everywhere. 

For  the  latter  class  of  vibration  there  are  no  forces  of  restitution.  Thus  the 
frequency  of  vibration  is  zero,  and  the  motion  consists  of  the  flow  of  the  gas  in  closed 
circuits,  this  flow  being  entirely  tangential,  and  the  gas  behaving  like  an  incom- 
pressible fluid.  Obviously  these  steady  currents  are  of  no  importance  in  connection 
with  the  question  of  stability  or  instability. 

Discussion  of  the  Frequency  Equation. 

§  13.  Returning  to  the  class  of  vibrations  in  which  w.  A,  and  T  do  not  all  vanish, 
we  have  seen  that  the  frequency  equation  is  found  by  the  elimination  of  F,  A,  B,  and 
C  from  equations  (28)  to  (35).  Now  p  only  enters  into  three  of  these  equations : 
namely  (31),  in  which  it  enters  through  the  factor  tp,  and  (29)  and  (30),  in  which  it 
enters  through  the  factor  —  p^  or  {i2>Y*  Regarding  ip.  A,  B,  C,  and  F  as  unknowns, 
it  will  be  seen  that  the  coefficients  which  occur  in  equations  (28)  to  (35)  are  all  real. 
The  four  volume  equations  enable  us  to  determine  A,  B,  C,  and  F  except  for  certain 

c  2 
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constants  of  integration,  and  the  values  of  these  quantities  will  be  wholly  real  if  ip  is 
real.  The  boundary-equations  enable  us  to  determine  the  constants  of  integration 
and  also  provide  an  equation  for  ip.  Every  term  in  these  equations  will  be  real  if  ip 
is  real.     Hence  the  frequency  equation  can  be  written  in  the  form 

f(ip)  =  0, 

where  f{x)  is  a  function  of  x  in  which  all  the  coefficients  are  real,  these  coefficients 
being  functions  of  n  and  of  the  quantities  which  determine  the  equilibrium  configura- 
tion of  the  nebula. 

It  follows  that  the  complex  roots  of  ip  will  occur  in  pairs  of  the  form 

ip  =  y±iB, 

where  y  and  S  are  both  real.  There  may  also  be  roots  for  which  ip  is  purely  real,  so 
that  S  =  0,  and  y  exists  alone. 

The  vibration  corresponding  to  any  root  is  stable  or  unstable  according  as  y  is 
negative  or  positive. 

If  the  equilibrium  configuration  of  the  nebula  changes  in  any  continuous  manner, 
so  as  always  to  remain  an  equilibrium  configuration,  the  values  of  ip  will  also  change 
in  a  continuous  manner,  and  for  physical  reasons  these  values  can  never  become 
infinite.  Hence,  if  the  configuration  of  the  nebula  changes  from  one  of  stability  to 
one  of  instability,  it  must  do  so  by  passing  through  a  configuration  in  which  there  is 
a  vibration  for  which  y  =  0.  * 

§  14.  For  the  present  we  shall  not  discuss  the  actual  stability  or  instability  of  any 
configuration,  but  shall  examine  under  what  circumstances  a  transition  from  stability 
to  instability  can  occur. 

We  therefore  proceed  to  search  for  configurations  in  which  there  are  vibrations 
such  that  y  =  0.  Now  for  such  a  vibration  we  have  either  a  root  of  the  fi:'equency 
equation  J9  =  0,  or  else  a  pair  of  roots  of  the  form  ip  =  i  f  S. 

In  the  latter  case  the  corresponding  vibration  is  one  in  which  a  dissipation  of  energy 
does  not  occur.  A  necessary  condition  for  such  a  vibration  is  that  no  conduction  of 
heat  sljall  take  place.  Hence  both  sides  of  the  equation  of  conduction  of  heat 
(equation  31)  must  vanish.  Excluding  adiabatic  motion  (represented  by  the 
vanishing  of  the  factor  M/)B  +  C|,C),  this  condition  compels  us  to  take 

p=  0 
together  with 

r^+>{ief)-«("+i)o}+«i(^)f 
-«f{>-ief)--t-"-'^-A}=»-  •  (-)■ 
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Thus  vibrations  for  which  y  =  0,  if  they  exist,  must  satisfy  equations  (32)  to  (36), 
and  also  equations  (29)  and  (30),  in  which  p  is  put  equal  to  zero,  and  equation  (28). 

The  case  of  n  =  0  will  be  considered  later  (§  28).  Excluding  this  for  the  present, 
we  find  that  putting  p  =  0  in  (30)  leads  to 

F=0 (37). 

Equation  (29)  now  reduces  to 

Bf +X^^(C-BT)  =  0 (38). 


or,  replacing  m  by  its  value  XT/), 


Equation  (28)  becomes 


Bp|;(XT)  +  xfc  =  0 (39). 


V  =  X(C-BT)--^|  =  0 (40), 


and  the  elimination  of  C  —  BT  from  this  equation  and  (38)  leads  to  the  equation 

%y=-[^%  +  ^)Y~ (41). 

Substituting  for  V  from  equation  (27),  this  becomes 


+ 


(2^)  {[.'(^1  +  M^->  "  [^^J^Lb.} 


=  (A^^  +  B,)Af/f (42). 

§  15.  With  a  view  to  transforming  this  equation,  let  us  consider  the  equation 

^-,;,^f^{f^J."*.  +  K,}+^^{f:'A*  +  K,}=L    (43). 

in  which  J  and  L  are  any  functions  of  ?',  and  Kq,  Ki  are  constants.     If  we  multiply 
by  i^^^y  and  diflTerentiate  with  respect  to  ?%  we  obtain,  after  some  simplification, 

4^{C';:^^'-  +  K,}=-|:(Lr->) (44). 

while  by  multiplying  (43)  by  r*"  and  differentiating,  we  obtain  in  a  similar  way 
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Divide  (44)  by  ?•**  and  differentiate  with  respect  to  r,  then 

-^  =  |r{^|r(I-")}. m 

or,  writing  ^  for  Lr,  and  simplifying 

S-"-^f=-4«-J («), 

and  this  same  equation  could  have  been  deduced  from  (45)  instead  of  (44). 

Equation  (47)  is  more  general  than  (43)  since  the  two  constants  Kq,  K^  have 
disappeared.  In  fact  equation  (47),  being  a  differential  equation  of  the  second  order, 
will  contain  two  arbitrary  constants  in  its  solution,  and  these  correspond  to  the  two 
missing  constants  Kq  and  Kj.  We  can,  however,  determine  Kq,  Kj  in  terms  of 
these  two  arbitrary  constants,  and  if  these  constants  are  chosen  so  as  to  give  the 
right  values  for  Kq,  K^,  the  solution  of  (47)  will  be  equivalent  to  the  original 
equation  (43). 

To  determine  Kq,  K^,  put  r  =  R^  in  (44)  and  we  obtain 

4,K,  =  [-i.f  (m]„^ (48). 

and  similarly  from  (45) 

4,rKo=-[r^-2|:(^-<"^")]_^ (49). 

Hence  we  see  that  equation  (43)  is  exactly  equivalent  to  the  three  equations 
(47),  (48),  and  (49). 

§  16.  Comparing  (42)  with  (43),  it  appears  that  (42)  is  exactly  equivalent  to  the 
following  equations  : — 

(=H  +  ^)jt/ir W 

S-^'^f=-4«-(A|  +  B,) (51). 

4.K,.[±|-(^)L  =  -[^-'^)L^     ....   (a.). 

4»K,  =  - [r""  I:  (fr-<"»)]_^^=  [a  (^-.r.)  ,-••]___.     ,     .     (53). 

The  right-hand  member  of  (51)  is  equal  to 

J.  dp   I  1    dm 
dr  I    p    dr 
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80  that  if  we  introduce  a  new  quantity  u,  defined  by 

"-''-p'-t/f; <"). 

equation  (51)  may  be  written  in  the  form 

»-*0={n(n+l)-2tt}^ (55). 

The  solution  of  this  will  be  of  the  form 

$=E,<f.,{r)  +  E4,{r) (56). 

in  which  Ej,  E2  are  constants  of  integration.     We  have,  from  the  definition  of  |, 

and  the  elimination  of  B  from  this  equation  and  (39)  gives 

^^7C  =  ;^(^T){A^-2^^{E,<^,(r)  +  EA(r)}}.     .     .     (58). 

If  we  imagine  this  value  for  C  substituted  in  equation  (36),  we  shall  have  a 
differential  equation  of  the  second  order  for  A.  The  solution  of  this  will  be  of  the 
form 

^  =  EMr)  +  E,Mr)  +  EMr)  +  E,Mr)      ....     (59), 

in  which  E3  and  E4  are  the  new  constants  of  integration.  From  tliis  value  of  A  we 
can  deduce  the  values  of  B  and  C  (equations  (57)  and  (58))  without  introducing  any 
further  constants  of  integration. 

Turning  to  the  boundary  conditions,  we  now  find  that  there  ai-e  six  boundary- 
equations  to  be  satisfied  (equations  (32),  (33),  (34),  (35),  (52),  (53))  and  only  three 
arbitrary  constants  at  our  disposal,  namely,  the  ratios  of  the  four  E's.  If  we 
eliminate  these  E's  we  shall  be  left  with  three  equations  to  determine  the  configura- 
tion of  the  nebula  at  which  instability  sets  in,  and  these  equations  will  in  general  be 
inconsistent. 

§  17.  In  order  to  put  the  right  interpretation  upon  this  result,  it  will  be  necessary 
to  return  to  the  genei-al  equations  of  free  vibrations  found  in  §  12. 

If  we  eliminate  F  fi'om  equations  (29)  and  (30),  we  obtain . 
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while  equation  (30)  may,  with  the  help  of  (28),  be  written  in  the  form 

V  =  ^A (61). 

in  which  ^  is  now  defined  by 

f  =  X(C-BT)--^^^+^^-„{,^B-|:(r»A)}.     .     .     m 

Substituting  for  V  from  equation  (27),  and  treating  the  equation  so  formed  in  the 
manner  explained  in  §  15,  we  find,  as  the  equivalent  of  equation  (61), 

(i.)  A  volume  equation,  analogous  in  form  to  (51),  namely, 

fj-^^f=-4-(A|+B.) (63). 

(ii.)  Two  boundary  equations  analogous  in  form  to  (52)  and  (53).     .     .     (64),  (65). 

Thus  the  equations  found  in  §  1 1  may  be  replaced  by 

(a)  Three  volume  equations,  namely,  equations  (60),  (63),  and  (31). 

()8)  Six  boundary  equations,  namely,  equations  (32),  (33),  (34),  (35),  (64),  (65). 

We  may  conduct  the  elimination  of  B  and  C  from  the  three  equations  (a)  in  a 
symbolic  manner  as  follows  : — 

Let  Drt  be  a  symbol  which  is  used  to  denote  any  linear  differential  operator  of 
order  7i,  the  differentiations  being  with  respect  to  r.  The  symbol  has  reference 
solely  to  the  order  of  the  highest  differential  coefficient  which  occurs,  and  must  in  no 
case  have  reference  to  any  particular  differential  operator.  Thus  we  write  D„ 
indiscriminately  for  every  operator  of  the  form 

The  laws  governing  the  manipulation  of  this  symbol  are  as  follows  : 

(i.)       -  D„<^      =  D„<f>, 

(ii.)  D„<^  -f  D„<f>  =  1)„<^  {n  >  in), 

(iii.)     D«  (I  )««^)     =  l)„^„<f>. 
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It  must  be  particularly  noticed  that  in  general 

Corresponding,  however,  to  any  two  specified  operators  of  order  n,  say  (D;,),  and 
(0^)2,  it  will  always  be  possible  to  find  two  functions  of  r,  say  a  and  6,  such  that 

a(D„K<^-6(D«)2(^  =  D«.,<^ (66). 

In  terms  of  this  operator,  the  three  equations  (a)  (p.  16)  may  be  written  in  the 
following  forms : 

^^(D,A  +  DjB)  +  DoB+DoC=:0 (67), 

D,A  +  D,B  +  DcjC  +  p^  (D3A  +  D^B)  =  0 (68), 

ip(DoB  +  DoC)  +  I>,C  +  T>,A  =  o     .    ' (69). 

Now  D;,  is  commutative  with  regard  to  functions  of  r,  and  is  of  course  commutative 
with  regard  to  p.     This  enables  us  to  eliminate  B  and  C  from  the  above  equations. 
To  make  this  clearer,  consider  a  simple  case,  say  the  pair  of  equations 

D,A  =  D,B (70). 

T),A  =  p'D.B (71). 

If  we  operate  on  (71)  with  d/dr,  we  get  an  equation  of  the  form 

D,A=/>^D«^,B, 

and  from  this  and  equation  (70),  we  can,  with  the  help  ot  the  property  expressed  in 
equation  (66),  deduce  an  equation  of  the  form 

DiA  =  D«B  +  p^D^^.B. 

From  this  and  equation  (71)  we  can  in  a  similar  way  obtain  an  equation  of  the  form 

D^  =  D,B+2>2D«^iB. 

We  may  regard  this  as  an  equation  giving  A,  and  substitute  for  A  in  (71).     In  this 
way  we  obtain 

D„^iB  +  p^D..^2B  =  0 (72), 

and  the  elimination  of  A  has  been  eflFected. 

It  will  be  clear  that  throughout  this  elimination  wa  have  followed  a  method  which 
would  have  been  successful  in  eliminating  A  if  d/dr  had  been  regarded  as  a  mere 
multiplier.  The  result  of  the  elimination  is  accordingly  exactly  the  same  as  might 
have  been  obtained  directly  from  the  original  equations  (70)  and  (71),  by  regarding 
the  D's  as  multipliers  and  eliminating  according  to  the  ordinary  laws  of  algebra, 
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It  will  now  be  apparent  that  we  can  eliminate  any  two  of  the  three  unknowns,  A, 
B,  and  C,  from  equations  (67)-(69)  by  this  method.  The  differential  equation  satisfied 
by  the  remaining  unknown  (say  A)  will  be 

AA  =  0   .     . (73), 

where,  symbolically, 

p'D,,         p^D,  +  Do,  Do 

p'D,  +  J),.    p^D,  +  D2,  D^  ....     (74). 

D2,  tpDo,  tpDo  +  D2 

We  may  expand  this  determinant  according  to  the  rules  already  laid  down  for  the 
manipulation  of  the  D's,  and  so  obtain 

A=ip'D,  +  p^I),  +  ip^I)^  +  p^,  +  {pI>^+D^   ....     (75). 

§  18.  We  can  now  see  the  explanation  of  the  difficulty  which  occurred  in  §  16. 
The  occurrence  of  the  term  Dg  in  A  points  to  a  differential  equation  of  the  sixth 
order,  which  is  satisfied  by  any  one  of  the  quantities  A,  B,  or  C  in  the  general  case, 
in  which  p  does  not  vanish.  As  soon,  however,  as  p  is  put  equal  to  zero,  the 
expression  for  A  reduces  to  D^,  and  the  differential  equation  is  one  of  the  fourth  order 
only.  It  therefore  appears  that  by  putting  p  =  0  before  solving  the  differential 
equations,  the  order  of  these  equations  is  reduced  automatically,  and  two  solutions 
are  entirely  lost  from  sight. 

These  two  last  solutions,  it  is  easy  to  see,  are  solutions  which  do  not  approximate 
to  a  definite  limit,  when  p  approximates  to  zero.  The  remaining  four  solutions  will 
approximate  to  the  same  forms  as  would  be  obtained  by  putting  p  =  0  before  solving 
the  differential  equations.  Thus,  instead  of  equation  (59),  we  must  write  the  complete 
limiting  solution  for  A  in  the  form 

UA  =  Ei/i  (r)  +  E,  /,  (r)  +  E,/,  (r)  +  EJ,  (r)  +  E,f,  (r, p)  +  EJ,  (r,  p)*  .  (76). 

j)=0 

*  I  have  not  found  it  possible  to  investigate  the  form  of  these  two  last  solutions  in  the  general  case,  but 
it  is  easy  to  examine  the  nature  of  the  solutions  at  infinity,  when  the  nebula  extends  to  infinity,  and  this 
enables  us  to  form  some  idea  as  to  the  general  nature  of  the  solutions.     Suppose  that  at  infinity  we  have 

•r  ,         1     dv   dX    _       .  2-8 

rsoo  \p  dr  dr       ~ 

in  which  a  is  real,  then  it  can  be  shown  that  A  =  </>  (r,  p)  A',  &c.,  in  which  A',  B',  C,  are  functions  of 
r  only,  and 

4>  (r,  p)  «  Es  cos  (2  Jan  {n  +  1)  r-'i^/isp)  +  Ee  sin  (2  Jan{n  +  !)>-«/*/«?) 

when  the  negative  sign  is  taken  in  the  above  ambiguity,  the  circular  functions  being  replaced  by  hyperbolic 
functions  when  the  positive  sign  is  taken.  The  value  of  ip  is  wholly  real  when  squares  of  ip  may  be 
neglected  {cf.  §  13). 
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If  we  deduce  the  values  of  B  and  C  from  the  solution  (76),  and  substitute  in  the  six 
boundary  equations  the  values  so  obtained,  we  shall  be  left  with  six  linear  and 
homogeneous  equations  between  the  six  E's.  Eliminating  the  six  E's,  we  have  a 
single  relation  between  n,  the  constants  of  the  nebula  and  p.  Now  it  will  be  seen 
that  it  wDl  always  be  possible  to  pass  to  the  limit  p  =  0  in  this  equation,  since  this 
amounts  only  to  finding  the  ratio  of  the  values  of  ^g  ov  f^  at  the  two  boundaries. 
The  equation  obtained  in  this  manner  will  give  us  a  knowledge  of  the  configurations 
at  which  a  change  from  stability  to  instability  can  take  place. 

§  19.  It  therefore  appears  that  it  is  not  sufficient  to  consider  vibrations  of  frequency 
jt)  =  0  as  represented  by  positions  of  "limiting  equilibrium."  The  method  of 
Poincab6*  for  determining  points  of  transition  from  stability  to  instability  is  not 
sufficiently  powerftil  for  the  present  problem ;  indeed  it  appears  that  it  is  liable  to 
break  down  whenever  there  are  boundary-equations  to  be  satisfied,  t 

It  is  of  interest  to  notice  that  this  complication  is  not  (as  might  at  first  sight  be 
suspected)  a  consequence  of  our  having  taken  thermal  conductivity  into  account. 
For  we  can  put  C  =  0  and  remove  the  equation  of  conduction  of  heat  without  causing 
any  change  in  our  argument,  except  that  the  right-hand  member  in  equation  (74)  must 
be  replaced  by  a  determinant  consisting  only  of  the  minor  of  the  bottom  right-hand 
member  in  the  present  determinant.     The  value  of  A  is  now 

and  the  number  of  boundary-equations  is  of  course  reduced  from  six  to  four.  Thus 
an  exactly  similar  situation  presents  itself,  although  ♦we  are  now  dealing  with 
a  strictly  conservative  system. 

The  consequences  of  this  result  are  more  wide-reaching  than  would  appear  from 
the  present  problem,  inasmuch  as  all  problems  of  finding  adjacent  configurations  of 
equilibrium  are  affected.  For  instance,  it  appears  that  an  equilibrium  theory  of  tides 
is  meaningless  except  in  very  special  cases  {e.g.,  when  the  elements  of  the  fluid  in 
which  the  tide  is  raised  are  physically  indistinguishable). 

If  we  attempt  to  calculate  by  the  ordinary  methods  the  tide  raised  in  a  mass  of  compressible  fluid  by 
a  small  tide-generating  potential,  we  reach  a  number  of  equations  which  are  (except  in  special  cases) 
contradictory.  To  take  a  simple  case,  suppose  we  have  a  planet  of  radius  Ro  covered  by  an  ocean  of 
radius  Ri,  the  whole  being  surrounded  by  an  atmosphere  which  maintains  a  constant  pressure  v  at  the 
surface  of  the  ocean.  Let  the  law  of  compressibility  be  v  =  /;/>,  where  c  varies  from  layer  to  layer  of  the 
ocean.  Let  the  tide  generating  potential  be  a^r^Sn.  Then  the  equations  of  this  paper  will  hold  if  we 
write  J)  =  0,  C  =  0,  ignore  the  equation  of  conduction  of  heat,  replace  XT  everywhere  by  c,  and  include  in 

*  "  Sur  I'Equilibre  d'une  Masse  fluide "—'Acta.  Math./  7,  p.  259. 

t  There  is  not,  of  course,  a  flaw  in  PoiNCARi's  analysis,  but  he  works  on  the  supposition  that  the 
potential-function  is  a  holomorphic  function  of  the  principal  co-ordinates,  and  this  supposition  excludes  a 
case  like  the  present  one. 
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V  a  term  oof".  Equation  (39)  gives  (except  in  the  special  case  of  c  =  constant),  B  =  0.  Equations  (50) 
and  (51)  remain  unaltered,  and  give  a  solution  of  the  form 

A  =  Ei/i(r)  +  E2/2(r). 

Now  we  must  have  A  =  0  when  r  =  Ro,  and  this  determines  the  ratio  E1/E2.  Also  equation  (49)  must  be 
satisfied,  and  this  leads  to  a  second  and  different  value  for  E1/E2. 

A  second  example,  of  less  interest  but  greater  simplicity,  will  perhaps  help  to  elucidate  the  matter. 
Imagine  a  non-gravitating  medium  in  equilibrium  under  no  forces  inside  a  rigid  boundary.  Let  the  law 
connecting  pressure  and  density  for  any  particle  be  at  =  icp,  where  k  varies  from  particle  to  particle.  In 
equilibrium  w  has  a  constant  value  wq.  Suppose  now  that  we  attempt  to  find  an  adjacent  configuration 
which  is  one  of  equilibrium  under  a  small  disturbing  potential  V.  The  general  equations  of  equilibrium 
are  three  of  the  form 

dV  ^  Idw 

dx       p  dz' 

If  the  position  of  equilibriiun  only  varies  slightly  from  the  initial  position,  dwjdx  will  be  a  small  quantity 
of  the  first  order,  so  that  (to  the  first  order  of  small  quantities)  p  may  be  replaced  by  its  equilibrium  value 
wJk,    We  now  have 

dw  _  Wo  dV 

dx        K  dx  ^ 

and  therefore,  since  v  is  a  single-valued  function  of  position, 

f  1  dS' 


K 


d8  =  0 (i.), 


the  integral  being  taken  along  any  closed  path.  Since  V  and  k  are  absolutely  at  our  disposal,  this 
equation  is,  in  general,  self  contradictory.  What  we  have  proved  is  that  there  will  only  be  an  "  adjacent " 
configuration  of  equilibrium  under  a  potential  V  if  V  is  a  single  valued  function  of  k,  a  condition  which 
will  not  in  general  be  satisfied  by  arbitrary  values  of  Y  and  k. 

It  is  not  difiicult  to  see  the  physical  interpretation  of  this  last  result.  There  were  initially  an  infinite 
number  of  equilibrium  positions,  and  therefore  an  infinite  number  of  vibrations  of  frequency  p  =^  0.  To 
arrive  at  the  configuration  of  equilibrium  under  the  disturbing  force  we  must  imagine  vibrations  of 
frequency  jp  =  0  to  take  place  until  equation  (i.)  is  satisfied ;  the  disturbed  configuration  will  then  differ 
only  slightly  from  the  configuration  of  equilibrium.  For  instance,  if  the  disturbing  field  of  force  consists 
of  a  small  vertical  force  g,  the  fluid  must  be  supposed  to  arrange  itself  in  horizontal  layers  of  equal  density, 
before  we  attempt  to  find  the  disturbed  configuration. 

The  interpretation  of  the  result  obtained  in  the  first  instance  is  similar,  but  more  difficult.  Consider 
a  linear  series  of  equilibrium  configurations,  obtained  by  the  variation  of  some  parameter  a,  such  that  the 
spherical  configuration  of  our  example  is  given  by  a  =  0.  The  other  configurations  are  not  symmetrical, 
the  asymmetry  being  maintained,  if  necessary,  by  an  external  field  of  force.  Every  degree  of  freedom  in 
the  configuration  a  ==  0  must  have  its  counterpart  in  the  configurations  in  which  a  is  different  from  zero. 
In  particular,  the  principal  vibrations  of  §  12,  in  which  (for  the  configuration  a  =  0)  the  dilatation,  normal 
displacement,  and  temperature-increase  all  vanish,  must  have  counterparts  for  all  values  of  a.  But  when 
a  is  different  from  zero,  the  above  three  quantities  cannot  be  supposed  to  all  vanish.  In  general,  therefore, 
these  degrees  of  freedom  provide  solutions  of  the  volume-equations,  and  these  solutions  contribute  to  the 
boundary-equations.  In  the  special  case  of  a  =  0,  these  solutions  do  not  affect  the  boundary-equations  at 
all,  so  that  to  rectify  the  boundary-equations  we  must,  so  to  speak,  take  an  infinite  amount  of  these 
solutions.  In  other  words,  the  complete  vibration  of  frequency  p  =  0  becomes  identical  with  one  of  the 
vibrations  of  §  12,  in  which  m.  A,  and  Ti  all  vanish. 
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An  Isothermal  Nebula, 

§  20.  Let  us  now  examine  the  form  assumed  by  our  equations  in  the  simple  case  in 
which  X  and  T  are  the  same  at  all  points  of  the  nebula.  We  find  that,  considering 
only  the  equations  for  the  case  o{  p  =  0,  equation  (39)  reduces  to 

C  =  0 (77), 

and,  in  virtue  of  this  simplification,  the  equation  of  conduction  of  heat  (36),  and  the 
two  thermal  boundary  conditions  (33  and  34)  are  satisfied  identically.  We  are  left 
with  equation  (55)  to  be  satisfied  throughout  the  gas,  and  equations  (32),  (35),  (52), 
and  (53)  to  be  satisfied  at  the  boundaries. 

The  solution  of  equation  (55)  is  given  in  equation  (56).  Now  we  must  satisfy 
equation  (32)  by  taking  B  =  0  at  r  =  R^,  and  this,  by  equation  (50),  gives  the  value 
of  A  at  r  =  Rj  in  terms  of  Ej  and  Eg.  Hence  equation  (52)  reduces  to  a  homo- 
geneous linear  equation  between  E^  and  E^. 

When  n  is  different  fi-om  unity,  we  satisfy  equation  (35)  by  taking  A  =  0  at 
r  =  Rq,  and  this  reduces  equation  (53)  to  a  homogeneous  linear  equation  between 
El  and  Eg. 

When  n  =  1,  equation  (35)  reduces  to  a  linear  equation  between  (A)r=Bo>  ^i  ^^^  Eg. 
Equation  (53)  is  a  second  equation  of  the  same  form,  and  the  elimination  of  (A)raBo 
fi:om  these  two  equations  leads  to  a  homogeneous  linear  equation  between  E^  and  Eg. 

Thus,  in  either  case,  we  see  that  the  whole  system  of  equations  reduces  to  a  pair 
of  homogeneous  linear  equations  between  E^  and  Eg.  The  elimination  of  these 
quantities  leaves  us  with  a  single  equation  between  n  and  the  constants  of  the 
nebula. 

We  can,  therefore,  satisfy  all  the  equations  for  a  vibration  of  frequency  jp  ==  0  by 
imposing  a  single  relation  upon  the  constants  of  the  nebula.  The  unknown  solutions 
which  are  multiplied  by  Eg  and  E^  have  not  been  taken  into  account  at  all,  but  since 
the  condition  that  there  shall  be  a  vibration  of  firequency  p  =  0  must  of  necessity 
reduce  to  a  single  equation,  it  will  be  clear  that  if  these  solutions  had  been  taken 
into  account,  we  should  have  found  it  necessary  to  take  Eg  =  E^  =  0. 

Thus,  in  the  case  which  we  are  now  considering,  a  vibration  of  frequency  p  =  0 
is  equivalent  to  a  configuration  of  limiting  equilibrium.  It  is  not  hard  to  see  that 
this  results  from  the  fact  that  the  particles  of  which  the  nebula  is  composed  are 
physically  indistinguishable.  This  very  fact,  however,  introduces  a  further  complica- 
tion into  the  question.  It  will  be  noticed  that,  although  the  value  of  £  has  been 
found  at  every  point  of  the  nebula,  it  is  impossible  to  determine  the  separate  values 
of  A  and  B.  On  the  other  hand,  the  physical  vibration  must  have  a  definite  limiting 
form  when  p  =  0.  Now  it  is  easy  to  see  that  a  motion  of  the  gas  in  which 
f  vanishes  at  every  point  of  the  gas,  and  in  which  A  and  B  vanish  separately  at  the 
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boundary,  will,  in  every  configuration  of  the  gas,  satisfy  our  equations  with  p  =  0. 
Such  a  motion,  in  fact,  simply  leads  to  a  configuration  which  is  physically 
indistinguishable  from  the  initial  configuration,  and  in  which  the  potential  energy 
remains  unaltered.  The  motion  which  we  have  found  from  our  equations  is  the  sum 
of  a  motion  of  this  kind,  and  a  true  limiting  vibration.  It  is  impossible  to  separate 
the  two  motions,  except  by  considering  vibrations  of  frequency  different  from  zero, 
but  fortunately  the  question  is  not  one  of  any  importance. 

§  21.  Let  us  now  attempt  to  form  the  final  equation  in  some  cases  of  interest.  The 
equations  of  an  isothermal  nebula  at  rest  under  its  own  gravitation  have  been 
discussed  by  Professor  Darwin.*  Our  fiinction  u  (equation  54)  is  given,  in  the  case 
in  which  the  nebula  is  isothermal,  by  the  equation 

and  it  will  be  seen  that  this  is  the  same  as  the  i^  of  Professor  Darwin's  paper.  It 
appears  that  in  general  u  cannot  be  expressed  as  a  fiinction  of  ?•  in  finite  terms,  but  a 
table  of  numerical  values  of  w  is  given,  t  The  value  of  tc  approximates  asymptotically 
to  unity  at  infinity,  so  that  at  infinity  p  varies  as  r~^.  Darwin's  nebula  extends 
firom  r  =  0  to  ?•  =  oo ,  but  it  is  obvious  that  we  may,  without  disturbing  the 
equilibrium,  replace  that  part  of  the  nebula  which  extends  from  r  =  0  to  r  =  Rq  by 
a  solid  core  of  mass  equal  to  that  of  the  gas  which  it  replaces.  We  may  also  remove 
that  part  of  the  nebula  which  extends  from  ?•  =  R^  to  r  =  oo  ,  if  we  suppose  a  pressure 
to  act  upon  the  surface  r  =  R^  of  amount  equal  to  the  pressure  of  the  gas  at  this 
surface.  We  may  suppose  the  medium  outside  this  surface  to  be  of  any  kind  we 
please,  but  as  it  has  already  been  pointed  out  that  the  pressure  can,  in  nature,  only  be 
maintained  by  the  impact  of  matter,  we  shall  suppose  that  this  matter  is  of  a  density  a- 
which  is  continuous  with  the  density  p  of  the  nebula  at  the  surface  of  separation. 
We  may  now  write  equation  (52)  in  the  simple  form 

[sH».,=" <''>■ 

We  have,  up  to  the  present,  supposed  the  nebula  to  be  acted  upon  by  a  spherically 
symmetrical  system  of  forces  in  addition  to  its  own  gravitation.  Now  it  is  essential 
to  the  plan  of  our  investigation  that  we  shall  be  able  to  make  the  configuration  of  the 
nebula  vary  in  some  continuous  manner,  and  this  compels  us  to  retain  this  generali- 
sation. We  shall,  however,  suppose  that  when  the  nebula  extends  to  infinity, 
u  retains  some  definite  limiting  value  u^y  thus  including  the  free  nebula  as  a 
special  case. 

♦  C4.  H.  Darwin,  'Phil.  Trans.,'  A,  vol.  180.  p.  1. 
t  Loc,  rit,,  p.  15. 
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§  22.  Let  us,  in  the  first  place,  consider  the  "  series  "  of  nebnlsB  such  that  u  has  a 
different  constant  value  for  each.  This  series  includes  a  single  fi-ee  nebula,  for  it 
appears  from  Darwin's  paper  that  there  is  a  nebula  such  that  w  =  1  at  every  point. 
This  nebula,  it  is  true,  has  infinite  density  at  the  centre,  but  this  objection  disappears 
when  the  innermost  shells  of  gas  are  replaced  by  a  solid  core,  the  mean  density  of  the 
core  being  equal  to  three  times  the  density  of  the  gas  at  its  surface,  and  therefore 
finite.  Let  us,  in  the  first  instance,  simplify  the  problem  by  supposing  that  the  core 
is  held  at  rest  in  space.  The  boundary  equations  (35  and  53)  which  have  to  be 
satisfied  at  r  =  Rq  ^^^  *^^®  ^^®  forms 

(A),=B„=0 (80), 

[l<fr"'"")L=» ("'• 

independently  of  the  value  of  n.      The  value  of  u  in  equation  (55)  being  now 
independent  of  r,  we  may  write  the  solution  (56)  in  the  form 

f=Eir''  +  E2r'" (82), 

in  which  /t,  ft'  are  the  roots  of  the  quadratic, 

t{t  —  l)  —  n{n-\-l)-2u (83). 

We  accordingly  have 

/i  +  /  =  1 ;  /I  -  /  =  2y/{n  +  i)«  -  2u  ;  iiii  =-«(«  +  !)  +  2u  .     (84). 

Equation  (79)  now  takes  the  form 

Ei(/t+«)Ri'"'""'+Ea(/  +  )0  V'""'  =  0       ....     (85), 
while  equation  (81)  becomes 

El  (ft  -  n  -  1)  E^"— *  +  E,  (/  -  n  -  1)  V—'  =  0    .     .    .     (80), 
The  elimination  of  Ej  and  Eg  from  these  equations  gives 

/RiY""'  _  (/  +  n)  (;t  -  7t  -  1)  ,     s 

llV        ~(/*  +  n)(/*'-»-l) ^      '' 

The  fraction  on  the  right  hand  can  be  simplified  by  the  help  of  equations  (84) ;  it 
is  equal  to 

2  («  -  («  +  i)»)  +  (/t  -  u!)  {n  +  i) 
2(«-(»  +  i)»)-(At-/)(n  +  t)' 

Now  the  left-hand  member  of  (87)  may  be  replaced  by 

cosh  {j  (/.  -  mQ  log  (Ri/Bq)}  +  Binh  {j  Qt  -  mO  log  (Bi/Bp)} 
cosh  {J  0*  -  /*')  log  (Ri/ig}  -  8inh  { J  0*  -  mO  log  (Ri/Eo)} 
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SO  that  the  equation  itself  reduces  to 


tanh{i(/it-/t')log(Ri/Ro)} 


u  -  (n  -t-  i)» 


(88). 


This  equation  expresses  the  relation  which  must  exist  between  Ri/Bq  ^^d  ft  —  /x' 
(or,  what  is  the  same  thing,  between  Rj/Rq  ^^^  ^)>  ^^  order  that  ^  =  0  may  be  a 
solution  of  the  frequency  equation. 

§  23.  We  shall  be  able  to  interpret  this  equation  most  easily  by  adopting  a 
graphical  treatment.     If  we  write 

x  =  :tiH'-H'7,     yi=-/+%\%'    y,  =  ^tanhVxlog(R,/Ro)f. 

then  the  equation  can  be  written  in  the  form 

2/1  =  .Vg. 

It  will  be  noticed  that  y^  remains  real  when  x  is  negative,  an  equivalent  expression 
for  ijc^  being 


ys  = 


V^ 


tan  {  y/  —  a;  log  (Ri/Rq)}. 


The  roots  of  equation  (87)  are  now  represented  by  the  intersections  of  the  graphs 
which  are  obtained  by  plotting  out  y^  and  y^  as  functions  of  x.     These  two  graphs 


Fig.  1. 


Fig.  2. 


are  given  in  figs.  I  and  2  respectively,  the  graphs  being  drawn  separately  for  the 
gake  of  clearness.  The  graph  for  y^  is,  of  course,  the  same  for  all  values  of  Rj/Rq  ; 
that  for  y^  can  be  varied  so  as  to  suit  any  value  of  Ri/Rg  by  supposing  it  subjected 
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to  an  appropriate  uniform  extension  parallel  to  the  axis  of  y,  and  contraction  parallel 
to  the  axis  of  Xi  or  vice  versa.  Similarly,  different  values  of  (^  +  J)  can  be 
represented  by  contraction  and  extension  of  the  first  graph. 

If  we  imagine  these  two  graphs  superposed,  we  see  that  there  cannot,  under  any 
circumstances,  be  an  intersection  in  the  region  in  which  x  is  positive,  i.e.  (equation 
(84)),  for  a  value  of  u  less  than  ^  (n  +  ^)^.  The  lowest  value  of  u  for  which  an  inter- 
section can  possibly  occur  is  w  =  1,  and  this  occurs  only  when  Ri/Rq  =  oo .  As  Ri/Rq 
decreases  from  infinity  downwards,  the  lowest  value  of  u  for  which  an  intersection 
occurs  will  continually  increase.  Whatever  the  value  of  Rj/Rq  may  be,  there  are 
always  an  infinite  number  of  intersections  in  the  region  in  which  w  >  ^  (n  +  ^y. 

The  values  of  u  found  in  this  way  determine  the  "  points  of  bifurcation "  on  the 
linear  series  obtained  by  causing  u  to  vary  continuously.  Thus  we  have  seen  that  as 
u  continually  increases  the  first  point  of  bifurcation  of  order  n  is  reached  when  u  has 
a  value  which  is  always  greater  than  J  (/i  +  ^Y-  When  Ri/Rq  is  very  large,  the  first 
point  of  bifurcation  is  of  order  n  =  1,  and  its  position  is  given  by 

u=lh (89). 

§  24.  Let  us,  in  future,  confine  our  attention  to  the  case  in  which  Ri/Rq  is  very 
large.  If  we  gradually  remove  the  restriction  that  w  is  to  be  independent  of  r,  the 
various  vibrations  of  frequency  ^  =  0  will  vary  in  a  continuous  manner.  Equation 
(55)  remains  unaltered  in  form,  and,  at  infinity,  it  assumes  the  definite  limiting  form 

r^^^={n{n-{-l)-2u„H (90), 

where  u^  is  the  limit  (supposed  definite)  of  ic  at  infinity.  It  therefore  appears  that 
at  infinity  the  solution  for  ^  approximates  asymptotically  to  that  given  by  equation 
(82),  if  ft,  ft'  are  now  taken  to  be  the  roots  of 

t{t —  1)  =  n{7i+l)^2u^ (91). 

Equation  (85)  accordingly  remains  unaltered.  Equation  (81)  takes  a  form  which 
is  no  longer  represented  by  equation  (86),  but  which  will  impose  some  definite  ratio 
upon  El  and  En.  It  is  therefore  clear  that  when  R^  is  very  great,  equation  (85)  can 
only  be  satisfied,  at  any  rate  so  long  as  /x  and  /x'  are  real,  by  taking  /x  —  /x'  very 
small.  Thus  a  point  of  bifurcation  will  again  be  given  by  /x  —  /x'  =  0,  our  previous 
investigation  suflScing  to  show  that  this  gives  a  genuine  solution  to  our  problem,  and 
does  not  correspond  to  an  irrelevant  factor  introduced  in  the  transformation  of  our 
equations.  Tliis  point  of  bifurcation  is  moreover  the  first  one  reached  as  u  increases, 
since  it  is  at  the  point  at  which  /x,  /x'  change  from  being  real  to  being  complex. 

VOL.   cxcix. — A.  E 
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We  conclude  that,  independently  of  the  values  of  u  at  points  inside  the  nebula, 
the  smallest  value  of  u^  for  which  a  vibration  of  zero  frequency  and  of  order  n  is 
possible  is  given  by 

u.=i{n  +  ^f (92), 

or,  for  all  orders,  is  given  by 

Woo  =  li .     .     (93), 

the  limiting  vibration  being  of  order  n  =  1. 

It  ought  to  be  noticed  that  for  this  limiting  vibration  equation  (82)  tails  to 
represent  the  solution  owing  to  /x  and  /x'  becoming  identical.  The  true  solutions  for 
real,  zero,  and  imaginary  values  of  /x  —  /x'  may  be  put  respectively  in  the  forms 

^  =  C\ v/r  sinh  {^  (/x  -  /)  log  cR}, 

^=Cyrlog€R, 

^  =  Ci v/r  sin  |  g  (m  —  /) ^^S  ^^\  ' 

in  which  C^  and  c  are  constants  of  integration. 

At  infinity  p  vanishes  to  the  order  of  1/r®,  so  that  dp/dr  =  —  2/)/n  The  value  of 
f  for  very  great  values  of  r  is  therefore  (equation  (50)) 

^c=XT(-  2A+Br). 

At  the  outer  boundary  a  surface  -  equation  (32)  directs  us  to  take  B  =  0. 
Following  this  out,  we  find  that  at  infinity  A  is  of  the  same  order  as  f,  and  therefore 
becomes  infinite  to  the  order  of  \/r.  Suppose,  on  the  other  hand,  that  we  start  by 
taking  A  =  0,  so  that  B  =  ^/XTr.  The  value  of  B  now  vanishes  at  infinity  to  the 
order  of  l/\/r,  and  the  surface-equation  (32)  is  satisfied  by  a  motion  which  vanishes 
at  infinity.  It  would  therefore  appear  to  be  easier  to  satisfy  the  boundary  conditions 
when  r  is  actually  infinite  than  when  r  is  merely  very  great.  This  result  opens  up  a 
somewhat  difficult  question,  which  will  be  considered  in  the  next  section. 

Before  passing  on,  we  may  consider  in  what  way  the  results  which  have  already 
been  obtained  will  be  modified,  if  we  suppose  the  core  of  the  nebula  to  be  free  to 
move  in  space,  instead  of  being  held  fast.  For  the  free  nebula  u^  =  I,  ao  that  our 
results  show  that  a  free  nebula  will  be  stable  if  the  core  is  supposed  fixed.  The 
same  must  therefore  obviously  be  true  when  the  core  is  free  to  move,  since  a  motion 
in  which  nebula  and  core  move  as  a  single  rigid  body  will  not  influence  the  potential 
energy.     When  the  nebula  is  not  free,  fixing  the  core  may  be  regarded  as  imposing 
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a  constraint  which  does  no  work;  freedom  of  the  core  therefore  tends  towards 
instability.  It  will  be  proved  in  §  28,  that  a  nebula  is  stable  for  values  of  u^  which 
are  less  than  the  critical  value,  and  unstable  for  values  greater  than  this  value. 
Assuming  this  for  the  moment,  we  see  that  a  nebula  in  which  the  core  is  free  to  move 
must  necessarily  be  unstable  if  t/«  has  a  value  greater  than  1^. 

If  then,  we  start  with  a  free  nebula  and  imagine  2/«  to  gradually  increase  from 
w.  =  1  upwards,  the  core  being  free,  it  follows  that  the  nebula  wiU  first  become 
unstable  when  ?/«  reaches  some  value  such  that 

V^>u^>l (94). 

§  25.  The  nebula  extending  to  infinity,  let  us  attempt  to  find  the  displacement 
whicli  will  be  caused  by  a  small  disturbing  potential  v„  given  by 


47r 

"  271  + 


1  {-:.+«!»-}  s (95). 


It  is  clear  that  the  displacement  required  will  be  given  by  our  equations  if  we 
include  in  V  (equation  (27))  the  terms 


_47r 
2n 


f,{;5i +  <.,.'} 


The  equation  replacing  (42)  may  be  transformed  in  the  manner  of  §  1 5,  and  the 
resulting  equations  will  be  those  of  §  16,  except  that  we  must  replace  (52)  by 

and  (53)  by  a  similar  equation. 

If  a  displacement  can  be  found  to  satisfy  these  modified  equations,  the  external 
disturbing  potential  which  will  be  required  to  hold  the  system  in  this  displaced 
position  will  be  given  by  equation  (94).  Now  the  condition  that  this  displaced 
position  shall  be  one  of  limiting  equilibrium  is  that  this  disturbing  potential  must 
vanish.  To  be  more  precise,  i\  must  be  such  that  the  force  derived  from  it  vanishes 
at  every  point  of  the  nebula.     We  must  therefore  have 

a^r^  =  0 

at  all  points  of  the  nebula,  including  r  =  Ri.     Now  (95)  may  be  regarded  as  an 
equation  giving  a^  in  terms  of  Ri.     Taking  p  =<ri,  as  before,  we  find  from  (95) 


».-=(0[i^.iH...,' 


£  2 
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and  this  vanishes  at  all  points,  including  r  =  R^,  in  the  case  in  which  Rj  is  put  equal 
to  infinity,  if 

D,  ^  =  0 (97). 

The  condition  that  a^jr^'^^  shall  vanish  at  every  point  would  lead  to  a  similar 
equation  to  be  satisfied  at  the  origin,  if  there  were  no  core.  If,  however,  we  retain 
the  core,  it  leads  to  the  same  equation  as  was  found  in  §  22  (equation  (81),  when  the 
core  is  held  at  rest).  Thus,  our  present  method  of  finding  a  position  of  limiting 
equilibrium  has  led  to  a  result  different  from  that  obtained  by  the  search  for  a 
vibration  of  zero  frequency,  in  that  equation  (97)  replaces  equation  (79). 

The  value  of  £  at  infinity  is  given  by  equation  (82) ;  hence  we  have 

Li  |-  =  [Ei7---^  +  E,7^'-%« (98). 


r^fXi 


As  before,  the  equation  to  be  satisfied  at  r  =  Rq  determines  the  ratio  of  E^  to  E^ : 
equation  (97)  is  therefore  satisfied  if  the  real  parts  of  /x  and  /x'  are  each  less  than 
unity.  Now  /x,  yJ  are  the  roots  of  equation  (91),  hence  this  condition  is  satisfied 
provided 

M  (n  +  1)  <  21^00 (99). 

§  26.  Let  the  kinetic  and  potential  energies  of  a  small  displacement  be  given,  in 
terms  of  the  principal  co-ordinates,  by 

2T  =  a^x,^  +  a,i/  +  .  .  . 

so  that  the  equations  of  motion  are 

a^x^  —  hyX  =  0 
&c.,  and  ^j)^  is  given  by 

a^p^  —  l\ (100). 

The  method  of  §§  20-24  amounted  to  finding  vibrations  such  that  jp^  =  0,  and 
therefore,  by  equation  (100),  solutions  of 

6i  =  0 (101). 

In  §  25,  on  the  other  hand,  we  started  with  the  supposition  that  the  nebula  extended 
to  infinity,  so  that  all  the  quantities  a  and  h  are  liable  to  become  infinite.  The 
equation  giving  vibrations  of  frequency  ji?  =  0  is  no  longer  equation  (101),  but  is 


and  this  is  obviously  more  general  than  equation  (101) 


Lf,  ^  =  0 (102), 
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It  will  be  noticed  that  the  method  of  §§  20-24  is  the  method  which  is  mathematically 
appropriate  to  the  case  of  a  nebula  enclosed  in  a  surface  maintained  at  constant 
pressure,  while  the  method  of  §  25  is  that  appropriate  to  an  infinite  nebula.  In  the 
former  case,  a  vibration  of  frequency  p  =  0  may  represent  a  real  change  from  stability 
to  instability ;  in  the  latter  case  such  a  vibration  leads  to  an  adjacent  configuration  of 
equilibrium,  and  is,  in  this  sense,  a  point  of  bifurcation,  but  does  not  denote  a  change 
in  the  sign  of  p^. 


The  General  Case  of  a  Nehula  extending  to  Infinity. 

§  27.  The  method  to  be  followed  has  been  explained  in  §  18.  The  general 
differential  equation  is  of  the  sixth  order.  Four  solutions  have  definite  limiting  forms 
when  p  =  0  ;  the  remaining  two  take  singular  forms.  The  former  have  been  examined 
in  §  16  ;  the  latter  are  represented  mathematically  (p.  18)  by  functions  which  do  not 
approach  a  definite  limit  as  />  approaches  a  zero  value,  and  physically  (p.  11)  by 
systems  of  steady  currents. 

There  are  six  constants  of  integration,  E^,  Eo,  Eg,  E4,  Eg,  Eg,  of  which  the  two  last 
belong  to  the  singular  solutions.  Let  us  suppose  (as  is  always  possible  (p.  19))  that 
the  ratios  of  these  six  constants  are  determined  from  five  of  the  boundary-equations, 
that  which  is  not  used  being  the  equation  satisfied  by  ^  at  the  outer  boundary.  This 
remaining  boundary-equation  now  takes  the  form  (of.  equation  (56)) 

Eit/ri(R,)  +  Eot/r3(Ri)  +  E5i/r,(R,)  +  E6i/rc(R0  =  O      .     .     .     (103), 

in  which  the  four  E's  are  definite  quantities.  The  four  ^'s  must  have  definite 
limiting  values  (zero  and  infinity  being  included  as  possible  values)  when  R^  =  00 . 
Thus  in  equation  (103)  some  terms  must  preponderate  over  the  others.  When  the 
nebula  is  isothermal,  these  terms  are  the  first  two.  Hence,  when  the  nebula  is  not 
isothermal,  it  follows  from  the  principle  of  continuity,  that  the  same  two  terms  must 
still  preponderate,  at  any  rate  for  some  finite  domain  including  the  isothermal 
nebula.  Otherwise  it  would  be  possible  to  change  the  stability  or  instability  of 
a  nebula  by  an  infinitesimal  change  in  the  physical  constitution  of  the  nebula. 
Hence  throughout  this  domain,  equation  (103)  must  reduce  to  its  first  two  terms, 
I.e.,  must  become  formally  the  same  as  in  the  case  of  the  isothermal  nebula.  But 
the  solution  for  f  (and  therefore  the  functions  i/r^,  i/r^),  remain  formally  the  same  in  the 
general  case  as  in  this  particular  case,  and  therefore  the  stability-criterion  derived 
from  equation  (103)  remains  formally  the  same. 

It  follows  that  whether  the  nebula  is  isothermal  or  not  (provided  always  that  the 
configuration  lies  within  a  certain  domain  of  equilibrium  configurations)  the  critical 
configurations  are  given  by  the  two  equations  (92)  and  (99). 
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Excluxnge  of  Stabilities. 

§  28.  We  have  now  completed  an  investigation  of  the  configurations  at  which 
a  transition  from  stability  to  instability  can  occur,  as  regards  the  spherical  form,  for 
vibrations  of  orders  different  from  zero.  It  is  unnecessary  to  discuss  vibrations  of 
order  n  =  0,  for  the  following  reason. 

Our  problem  is  to  determine  the  changes  in  the  configuration  of  a  nebula  which 
will  take  place  as  the  nebula  cools,  starting  from  a  spherical  configuration,  supposed 
stable.  We  are  not  concerned  with  the  succession  of  spherical  configurations,  but 
only  with  an  investigation  of  the  conditions  under  which  a  spherical  configuration 
becomes  a  physical  impossibility.  Now  a  point  of  bifurcation  of  order  n  =  0  does 
not  indicate  a  departure  from  the  spherical  configuration.  It  indicates  a  choice  of 
two  paths,  one  stable  and  the  other  unstable,  and  the  configumtions  on  both  paths 
will  remain  spherically  symmetrical. 

We  have  therefore  determined  already  the  circumstances  under  which  a  transition 
from  a  symmetrical  to  an  unsymmetrical  configuration  can  occur.  It  remains  to  show 
that  there  is,  in  effect,  an  exchange  of  stabilities  at  a  point  of  bifurcation,  and  to 
examine  on  which  side  of  the  point  of  bifurcation  the  spherical  configuration  is  stable. 

We  are  going  to  prove  that  the  spherical  configuration  is  stable  for  all  values  of  u 
less  than  Wq,  the  lowest  value  of  u  at  which  a  point  of  bifurcation  of  order  different 
from  zero  can  occur.  Our  method  will  be  as  follows  :  Any  two  equilibrium  configura- 
tions can  be  connected  by  a  continuous  linear  series  of  equilibrium  configurations,  and 
u  will  vary  continuously  as  we  move  along  this  series.  If  one  of  the  two  terminal 
configurations  is  stable,  and  if  the  linear  series  can  be  chosen  so  that  u  does  not  at 
any  point  of  it  pass  through  a  value  for  which  a  vibration  of  frequency  p  =  0  is 
possible,  then  we  know  that  the  other  terminal  configuration  is  also  stable. 

The  value  of  y,  the  gravitation  constant,  has  been  taken  equal  to  unity.  If  this 
constant  is  restored,  the  value  oft/,  becomes  (equation  (54)) 

Since  rar  =  XT/^,  we  have 

^^  =  ,|:(XT)  +  XT*-. 

For  an  infinite  nebula,  the  first  term  on  the  right-hand  of  this  equation  will 
vanish  at  infinity  in  comparison  with  the  second.  Hence  we  have  as  the 
value  of  u^ 

"-^."If (104 
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If  we  write  y  =  0  we  pass  to  the  case  of  a  non-gravitating  nebula,  and  we  see 
that  v^  =1  0  provided  the  ratio  of  pr^  to  XT  remains  finite  at  infinity.  Now  we  can 
keep  the  value  of  p  and  XT  the  same  at  every  point  by  subjecting  the  nebula  to 
an  appropriate  external  field  of  force,  and  this  field  of  force  will  be  exactly  the  same 
as  the  gravitational  field  which  was  annihilated  upon  putting  y  =  0.  It  is  spheri- 
cally symmetrical,  and  its  potential  vanishes  at  infinity  to  the  order  of  1/r,  so  that 
it  comes  within  the  scope  of  our  previous  analysis.  For  values  of  y  intermediate 
between  the  natural  value  (y  =  1)  and  the  value  y  =  0  we  can  obtain  the  same 
result  by  taking  a  field  of  force  equal  to  1  —  y  times  the  foregoing.  As  we  increase 
y  from  0  to  1  we  obtain  a  linear  series,  in  which  the  configuration  of  the  nebula 
is  unaltered,  the  nebula  being  gradually  endowed  with  the  power  of  gravitation. 

For  the  general  configuration  of  this  series,  consider  the  work  done  in  a  specified 
displacement,  which  is  proportional  to  S«  at  every  point.  The  potential  (gravitational 
+  that  of  external  field)  after  displacement  will  be  of  the  form 

a  +  &yS„, 

where  a  and  b  are  functions  of  r  and  independent  of  y.  The  total  work  done  against 
this  field  during  the  displacement  is  therefore  of  the  form 

By, 

where  B  is  independent  of  y  and  depends  solely  upon  the  particular  displacement 
selected.  The  work  done  against  the  elastic  forces  is  of  course  independent  of  y, 
and  depends  solely  upon  the  displacement  selected.  This  work  is  essentially  positive. 
The  total  work  is  therefore  of  the  form 

A  +  By, 

where  A  is  positive  and  B  may  (§  2)  be  negative.     Since  y  is  proportional  to  w«  this 

may  be  written 

A  +  B'w, (105). 

Suppose  this  function  calculated  for  all  possible  displacements.  Then  we  shall  find 
that  for  values  greater  than  some  definite  value  of  u^  it  is  possible  for  the  work 
done  to  become  negative.  For  values  of  u^  less  than  this  critical  value,  the  work 
will  be  positive  for  all  displacements.  Hence  from  the  form  of  expression  (105) 
it  follows  that  the  passage  of  ?^«  througli  a  critical  value  denotes  a  real  change  from 
stability  to  instability,  and  that  the  stable  configurations  are  given  by  the  smaller 
values  of  ?/«. 

Recapitulation  and  Discussion  of  Results. 

§  29.  We  have  seen  that  the  vibrations  of  any  spherical  nebula  may  be  classified 
into  vibrations  of  orders  n  =  0,  1,  2,  &c.,  a  vibration  of  any  order  n  being  such  that 
the  displacement  and  change  in  temperature  at  any  point  are  each  proportional  to 
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some  spherical  surface  harmonic  Sy,  of  order  n.  The  frequency  of  vibration  is 
independent  of  the  particular  spherical  harmonic  chosen,  depending  only  upon  the 
order  n. 

The  vibrations  of  order  n  =  0  have  been  seen  to  be  of  no  importance ;  the  stability 
of  the  vibrations  of  orders  different  from  zero  has  been  discussed,  in  the  limiting  case 
in  which  the  nebula  extends  to  infinity,  with  the  following  results : — 

Starting  from  any  stable  configuration  of  spherical  symmetry,  the  vibrations  of  any 
order  n,  different  from  zero,  all  remain  stable  until  the  function  u^^  defined  by 
equation  (104),  passes  through  a  certain  critical  value.  In  any  case  this  critical 
value  is  first  attained  for  a  vibration  of  order  n  =  1. 

For  a  nebula  which  actually  extends  to  infinity,  the  critical  value  is  i(«,  =  1. 
When  this  value  is  reached  we  come  to  a  second  series  of  equilibrium  configurations, 
tlie  form  of  which  will  be  investigated  later.  If  this  value  is  passed,  the  configura- 
tion remaining  spherical,  there  will  not  be  vibrations  in  which  the  time  enters 
through  a  real  exponential  factor,  because  the  critical  vibrations  remain  of  frequency 
J?  =  0,  the  inertia  of  the  nebula  being  infinite. 

If  the  radius  Rj  of  the  nebula  is  regarded  as  very  great  but  not  infinite,  this 
statement  is  not  true,  since  the  inertia  cannot  now  become  infinite.  In  this  case  the 
first  new  series  of  equilibrium  configurations  is  again  reached  when  (t^)r=Ri  attains  a 
certain  critical  value,  and  the  critical  vibration  is  again  of  order  ?i  =  1.  The  critical 
value  of  (t^)r=Bi  ^^  ^^*  h^en  calculated,  but  when  R^  becomes  infinite,  it  has  a 
limiting  value  which  has  been  shown  to  lie  between  1  and  \^, 

Taking  y  =  1,  we  have  as  the  value  oiu^y 

^•^=i:x?'' (io«)- 

The  question  of  stability  turns  entirely  upon  the  value  of  this  function,  which  may 
appropriately  be  termed  the  "  stability-function." 

We  now  see  that  the  whole  question  of  stability  depends  upon  the  ratio  of  the 
density  to  the  elasticity  at  infinity.  This  result  is  not  hard  to  understand.  In  the 
first  place,  since  the  nebula  extends  to  infinity,  we  may,  so  to  speak,  measure  it  upon 
any  linear  scale  we  like.  If  we  measure  it  on  a  sufficiently  great  scale,  the  nebula 
still  remains  of  infinite  extent,  but  the  variations  in  temperature  or  structure  wliich 
occur  near  the  centre  can  be  made  to  appear  as  small  as  we  wish,  and  the  solid  core 
can  be  made  to  appear  as  insignificant  as  we  wish.  Thus  by  measuring  any  nebula 
upon  a  sufficiently  gi'eat  scale  we  can  make  it  appear  indistinguishable  from  an 
isothermal  nebula,  and  the  critical  vibration  for  which  jp  =  0  does  not  disappear  from 
sight,  since  in  the  limit  this  vibration  (measured  by  ^/r)  remains  finite  at  infinity. 
Further,  as  Professor  Darwin  points  out,  we  can  make  it  appear  like  a  nebula  in 


Digitized  by 


Google 


MR  J.  H.  JEANS  ON  THE  STABILITY  OP  A  SPHERICAL  NEBULA.  33 

which  u  mamtains  a  constant  value  throughout.*  Passing  on,  we  notice  that  the 
stahility  function  now  depends  solely  upon  the  ratio  of  the  density  to  the  elasticity. 
The  diflferent  elements  of  the  nebula  are  attracted  towards  one  another  by  their 
mutual  gravitation,  and  are  kept  apart  by  the  elasticity  of  the  gas.  For  certain 
values  of  the  ratio  of  these  two  systems  of  forces,  it  will  be  possible  to  find  displace- 
ments in  which  the  work  done  by  one  system  exactly  balances  that  done  against  the 
other,  and  these  are  the  critical  vibrations. 

The  stability  fimction  u^  is  a  fimction  only  of  the  quantities  determining  the 
equilibrium  configuration  of  the  nebula,  and  its  value  may  therefore  be  found  from 
the  equations  of  equilibrium.     We  proceed  to  examine  the  value. 

Evaluation  of  the  Stability  Function. 
General  Case  of  a  Nebula  at  Rest. 

§  30.  We  have  already  quoted  Professor  Darwin's  result  that  u^  =  1  for  an 
isothermal  nebula  at  rest,  and  the  considerations  put  forward  in  the  last  section  will 
probably  suggest  that  the  result  in  the  more  general  case  will  be  found  to  be 
independent  of  variations  in  temperature  at  finite  distances,  provided  only  that 
the  temperature  has  a  definite  limit  at  infinity.  We  shall,  however,  examine  the 
question  ab  initio,  using  a  slight  modification  of  Darwin's  method,  and  making  the 
problem  more  general  by  retaining  a  spherically  symmetrical  system  of  external 
forces. 

We  shall  denote  the  potential  of  this  system  of  forces  by  Y\  and  use  V  to  denote 
the  gravitational  potential  of  the  nebula  itself.  The  total  potential  is  now  V  +  ^\ 
80  that  the  equation  of  equilibrium,  equation  (11),  takes  the  form 


and  if  M  is  the  mass  of  the  solid  core,  this  can  be  written 
p    dr 


(XTp)  +  4fl- 1    pr«dr  +  M  -  r«-^  =  0    .     .     .     .     (107). 


DifFerentiating  with  respect  to  r, 

Write 

XTp  =  ey, 

*  G.  H.  Darwin  (/.c.  anie^  p.  16),  "  If  we  view  the  nebula  from  a  very  great  distance,  ...  the  solution 
of  the  problem  becomes  y  =  log  2x'^,*'  Now  u  =  -  \x^  ^Idx^i  so  that  this  solution  is  equivalent 
to  tt  =  1.  This  justifies  our  statement,  and  shows  at  the  same  time  that  for  any  nebula  at  rest  and 
in  equilibrium  u.  has  the  critical  value  «,  =  1,  provided  it  is  acted  upon  by  no  forces  except  its  own 
gravitation. 
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and 

SO  that 

dr  "^  XTr®  dx  ' 
then  the  above  equation  may  be  written 

g+W-.eK^f^^O (108). 

At  infinity  we  are  supposing  XT  to  have  a  definite  and  finite  limit,  so  that  the 
limiting  value  of  x  is  l/\Tr.  Let  us  further  suppose  that  "TtI^'T  )  ^^^  ^  definite 
limit  given  by 

-ief)=v- im. 

and  that   squares  of  V"  may  be  neglected.     Then  the  limiting  form  of  (108)  at 

infinity  is 

^y         4j^  Y"     _  .        , 

d^  ■■"  (\Txy  ~  (XT,tf  "" ^       '' 

Write 

y  =  iy  +  log-^-. 

then 

and 


Equation  (110)  is  now  transformed  into 

S+>-I)  +  4^1og(XT)-^^^^  =  0    .     .     .     .     (111). 

In  the  special  case  in  which  --^  log  (XT)  vanishes,  this  may  be  written 


dx* 


d?ff 
dn? 


and  at  infinity  {i.e.,  for  very  small  values  of  a?),  the  solution  is  ^ 

where  A,  B  are  the  two  coMtants  of  integration. 
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In  the  more  general  case  in  which  —  log  (XT)  cannot  be  supposed  to  vanish,  it  is 

clear  that  this  term  will  vanish  at  infinity  in  comparison  with  the  other  terms 
in  (111),  if  7)  has  the  limiting  value  given  by  (112),  and  therefore  that  (112)  is  the 
limit,  at  infinity,  of  the  solution  of  (108). 

Of  the  two  arbitrary  constants,  A  and  B,  the  former  corresponds  to  the  indeter- 
minateness  of  the  linear  scale  upon  which  the  nebula  is  measured,  the  second  to  the 
indeterminateness  of  the  conditions  at  the  inner  surface  of  the  nebula.  If  there  is  no 
core,  there  is  only  one  value  of  A/B  which  will  give  a  finite  density  of  matter  at  the 
centre  of  the  nebula.  Further  information  as  to  equilibrium  configurations  can  be 
found  in  Professor  Dabwin's  paper,  or  in  a  paper  by  A.  Ritter.* 

For  our  purpose  it  is  sufficient  to  know  that  the  second  term  in  rj  vanishes  with  x 
for  all  values  of  A  and  B.     Hence  at  infinity 

^ _?L  X^T^ar    Y/Y2AiTi XT     v'72a«t« 

''"XT"     2ir     ^  "27rr«^ 

and  hence  (equation  (107)) 

«.=^ev"/--=l  +  ^ (113). 

Putting  V"  =  0,  we  arrive  at  the  anticipated  result  that  the  stability  function  has 
a  unit  value,  for  every  nebula  which  extends  to  infinity  in  such  a  way  that  XT 
has  a  finite  limit  at  infinity. 


A  Slowly  Rotating  Nebula. 

§  31.  The  case  which  is  of  the  greatest  physical  interest,  is  that  in  which  the 
nebula  is  not  at  rest  but  is  rotating  in  a  position  of  relative  equilibrium 

Here  the  arrangement  is  no  longer  in  spherical  shells,  so  that  the  foregoing  analysis 
breaks  down.  If,  however,  we  suppose  the  rotation  oi  to  be  so  small  that  co*  may  be 
neglected,  it  will  be  easy  to  modify  the  foregoing  analysis,  so  as  to  take  account  of 
rotation. 

We  shall  still  suppose  the  nebula  to  extend  to  infinity,  so  that  we  must  not  suppose 
the  rotation  to  be  the  same  at  all  distances,  for  in  this  case  a  finite  value  of  6>  would 
imply  an  infinite  velocity  of  those  parts  of  the  nebula  which  are  at  infinity.     Let  us 

*  *  Wied  Ann.,'  vol.  16,  p.  166. 
F  2 
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suppose  that  at  infinity  the  Knear  velocity  approximates  to  a  finite  limit,  so  that  we 
may  write 

0)  =  fi/r 

for  all  values  of  r  greater  than  a  certain  amount.* 

So  long  as  we  are  only  concerned  with  configurations  of  equilibrium  and  vibrations 
of  frequency  p  =  0,  the  rotation  may  be  allowed  for  by  the  introduction  of  a  force  of 
amount  coV  sin  0  per  unit  mass,  acting  perpendicular  to  the  axis  of  rotation  ;  or,  what 
comes  to  the  same  thing,  by  the  introduction  of  a  potential 

or 

(1-P3)V' 

where,  for  all  values  of  r  greater  than  a  certain  value, 

V'  =  |ftMogr (114). 

Let  us  examine  separately  the  two  effects  arising  from  the  two  terms  of  this 
potential,  beginning  with  the  term  —  P^V'.  There  will  in  this  case  be  a  correction 
to  be  applied  to  all  equations,  and  this  correction  will  consist  of  the  addition  of 
a  small  term  containing  (o^P^.  Let  us  suppose  that  all  symbols  which  have  so  far 
denoted  functions  of  r,  denote  in  future  the  mean  value  of  the  corresponding 
quantities  averaged  over  a  sphere  of  radius  r.  For  instance,  p  is  no  longer  the 
density  at  distance  r  from  the  centre,  but  is  the  mean  density  over  the  sphere  of 
radius  r.  The  density  at  any  point  will  be  of  the  form  p  +  cD^Pgp^,  where  />2  is 
a  fimction  of  r.  We  may  in  every  case  equate  the  coefficients  of  different  harmonics, 
and  by  equating  the  coefficients  of  terms  which  do  not  contain  the  terms  co^Pjj,  we 
shall  obtain  the  same  equations  as  were  obtained  in  the  case  of  oi  =  0,  except  that 
the  meaning  of  every  term  is  altered. 

The  equations  derived  from  the  parts  which  do  not  contain  a>  will  suffice,  as  before, 
to  determine  p^  so  that  the  values  of  jp  are  of  the  same  form  as  before,  except  that 
the  quantities  involved  have  a  slightly  different  meaning.  Hence  the  stability 
criterion  is  still  given  by  the  value  of  the  stability  function  u^  ;  while  equation  (107) 

*  This  particular  law  is  chosen  for  examination  because  it  leads  most  quickly  to  the  required  result. 
The  case  in  which  a>  vanishes  at  infinity  more  rapidly  than  1/r  is  covered  by  taking  fl  =  0.  Here, 
however,  the  angular  momentum  vanishes  in  comparison  with  the  mass,  and  it  is  not  surprising  to  find 
that  a  rotation  of  this  kind  does  not  affect  the  question  of  stability.  The  case  in  which  <i>  vanishes  less 
rapidly  than  1/r  is  physically  impossible,  since  it  gives  an  infinite  linear  velocity  at  infinity,  but  may  be 
theoretically  included  in  the  case  of  A  =  oo  . 

Any  special  assumption  about  the  value  of  w  at  infinity  must,  however,  disappear  when  we  turn  to  the 
case  of  a  finite  nebula  (§  26),  in  which  12  may  be  appropriately  supposed  to  correspond  to  the  surface 
velocity  wRi. 


Digitized  by 


Google 


MR.  J.  H.  JEANS  ON  THE  STABILITY  OF  A  SPHERICAL  NEBULA  37 

remains  true,  if  the  new  meaning  is  given  to  the  symbols  in  each  case.     We  conclude 
that  the  question  of  stability  is  not  affected  by  the  potential  —  P2V'. 

The  remaining  potential  term  is  the  spherically  symmetrical  term  V.  The  total 
potential  may  now  be  taken  to  be  V+V,  and  this  potential,  besides  being  spherically 
symmetrical,  satisfies  the  condition  which  was  postulated  in  the  determination  of  the 
criterion  of  stability ;  namely,  that  its  radial  differential  coefficient  shall  vanish  at 
infinity  to  the  order  of  1/r.     The  value  of  the  derived  function  V  (equation  (109))  is 

V"  =  U  Y  6'  ?^)  ^  %^\  by  equation  (1 14). 


dr  \       dr  ] 
Hence  the  stability  function  is  given  by  {cf,  equation  (113)) 


t^o,   =1  + 


3X»T« 


We  have  therefore  found  that  when  an  infinite  nebula  is  rotating,  with  such 
angular  velocities  that  the  linear  velocities  at  infinity  have  the  limiting  value  ft,  the 
value  of  u^  is  greater  than  imity  no  matter  how  small  ft  may  be.  This  result  has 
only  been  obtained  on  the  supposition  that  oi*  may  be  neglected.  We  have  obtained 
no  information  as  to  what  happens  when  g>*  is  taken  into  account,  i.e.,  when  the 
square  of  the  "  ellipticity"  of  the  nebula  is  taken  into  account. 

Influence  of  Viscosity. 

§  32.  No  account  has  so  far  been  taken  of  the  viscosity  of  the  gas.  The  terms 
arising  from  viscosity  which  may  be  supposed  to  occur  in  the  true  equations  of 
motion,  will  contain  the  coefficient  of  viscosity  (/i),  and  will  in  each  case  depend  on 
velocities  and  not  on  displacements.  Hence  viscosity  enters  the  equations  of  motion 
through  the  factor  fiip.  The  vibrations  for  which  p  =  0  are  accordingly  unaffected 
by  viscosity,  and  since  it  is  upon  the  existence  of  such  vibrations  that  the  whole 
question  of  stability  turns,  it  is  clear  that  the  results  already  obtained  must  remain 
true  even  in  the  presence  of  viscosity. 

It  can  be  shown  that  equations  (24)  to  (26)  specify  a  principal  vibration,  whether 
the  gas  is  viscous  or  not.  The  result  is  stated  without  proof,  as  the  proof  is  rather 
lengthy,  and  has  no  bearing  upon  the  main  question  under  discussion. 

A  Nebula  in  Process  of  Cooling. 

§  33.  In  the  mathematical  investigation  we  have  been  concerned  with  vibrations 
about  a  position  of  absolute  equilibrium.  In  nature,  no  such  position  of  absolute 
equilibrium  will  occur  ;  the  condition  of  the  nebula  will  be  incessantly  changing. 
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Let  us  suppose  the  temperature  of  the  nebula  to  be  continually  cooling,  owing 
either  to  radiation  of  heat  from  its  surface  or  to  a  process  of  quasi-evaporation  such 
as  is  described  in  Professor  Darwin's  paper  (§  13  or  p.  66).  Since  the  gas  (or  quasi- 
gas)  is  not  a  perfect  conductor,  the  nebula  will  not  at  any  time  be  in  perfect  thermal 
equilibrium.  The  changes  in  density  of  all  parts,  and  in  the  temperature  of  the 
inner  parts  of  the  nebula  will,  so  to  speak,  lag  behind  their  equilibrium  values  as 
determined  by  the  changes  in  the  temperature  of  the  outer  part  of  the  nebula.  It 
is,  therefore,  clear  that  so  long  as  the  nebula  is  cooling,  the  ratio  of  the  density  to 
elasticity  in  the  outermost  layers  of  gas  will  be  greater  than  that  calculated  upon 
the  assumption  of  perfect  equilibrium.  This  "  lag "  accordingly  decreases  the  value 
of  the  stability-function,  and  so  supplies  a  fector  which  tends  to  instability. 

Summary  and  Discussion  of  Results. 

§  34.  Let  us  now  examine  to  what  extent  we  have  found  solutions  of  the  two 
problems  propounded  in  §  4. 

Firstly,  as  regards  the  stability  of  a  spherical  nebula  of  very  great  size,  of  which 
the  outer  surface  is  maintained  at  constant  pressure.  We  have  found  that  the 
stability-function  for  such  a  nebula  (in  the  limiting  case  in  which  the  outer  radius  is 
infinite)  has  a  unit  value  when  the  nebula  is  in  equilibrium  and  at  rest.  This  value 
is  increased  by  allowing  for  the  "  lag"  in  temperature  caused  by  the  cooling  of  the 
nebula.  It  is  also  increased  by  a  rotation  of  the  nebula,  at  any  rate  so  long  as  this 
rotation  is  small.  The  nebula  will  become  unstable  as  soon  as  the  stability-fimction 
becomes  greater  than  a  certain  value,  which  has  not  been  calculated,  but  is  known  to 
be  between  1  and  1^.  The  investigation  of  §  23  leads  us  to  expect  that  the  critical 
value  of  the  stability-function  will  increase  as  Ri  decreases,  although  this  has  only 
been  strictly  proved  for  a  single  case. 

It  is  therefore  possible  that,  even  when  the  nebula  is  non-rotating,  the  temperature- 
lag  may  be  sufficient  to  make  the  nebula  unstable.  If  we  disregard  the  temperature- 
lag,  it  seems  probable  that  a  small  rotation  will  suffice  to  bring  about  instability. 
This  latter  question,  however,  deserves  more  detailed  examination. 

§  35.  Let  us  suppose  that  the  nebula  starts  from  rest  in  a  configuration  of  absolute 
equilibrium,  and  that  the  rotation  is  gradually  increased.  In  this  way  we  obtain  a 
linear  series  of  configurations  of  relative  equilibrium.  When  the  rotation  is  small, 
the  configuration,  instead  of  being  strictly  spherical  is  slightly  spheroidal  The 
series  we  are  considering  is  therefore  the  analogue  of  the  series  of  Maclaurin 
spheroids  of  an  incompressible  fluid.  So  long  as  the  rotation  remains  small,  we  may 
separate  the  two  terms  of  the  rotation-potential  in  the  manner  explained  in  §  31. 
We  may,  in  fact,  suppose  our  analysis  still  to  apply  as  if  the  configuration  remained 
spherical,  and  the  only  effect  of  the  rotation  is  to  increase  the  value  of  the  stabiUty- 
iunctioiL     For  larger  values  of  a>^,  all  our  results  are  subject  to  a  correction  of  the 
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order  of  cd*.  For  small  values  of  o^,  the  value  of  oi^  will  be  proportional  as  we  have 
seen  (§  31)  to  u«—  1,  so  that  this  correction  may  be  supposed  to  be  proportional  to 
(u«—  1)^.  The  first  points  of  bifurcation  of  orders  1,  2  occur  (in  the  spherical 
configuratioq)  at  u^—  1  =  0^  2^  respectively,  where  6  is  known  to  be  less  than  \. 
Now  it  would  seem  to  be  fairly  safe  to  neglect  0^,  but  even  if  we  waive  this  point,  it 
will  be  admitted  that  the  correction  of  the  order  of  {u^—  1)^  cannot  be  so  great  as  to 
change  the  order  in  which  these  two  points  of  bifurcation  will  occur. 

We  therefore  see  that  a  rotating  nebula  will  become  unstable  for  a  comparatively 
small  value  of  cw^,  the  critical  vibration  being  of  order  n=  1.  The  new  linear  series 
is  one  in  which  (except  for  the  spheroidal  deformation  caused  by  the  rotation)  the 
surfaces  of  equal  density  remain  spheres,  which  are  no  longer  concentric.  The  linear 
series  of  order  n  =  2  will  accordingly  be  unstable  :  this  is  the  analogue  to  the  series 
of  Jaoobian  ellipsoids  in  the  incompressible  fluid. 

§  36.  The  case  of  a  nebula  which  actually  extends  to  infinity  is  much  simpler. 
Here  the  value  of  w.  is  again  unity,  and  this  value  is  increased,  as  before,  either  by 
temperature-lag  or  rotation.  Every  point  at  which  m«  is  greater  than  unity  is  in  one 
sense  a  point  of  bifurcation,  since  starting  fi-om  this  point  there  is  a  series  of 
unsymmetrical  equilibrium  configurations.  Strictly  speaking,  these  points  do  not 
indicate  an  exchange  of  stabilities,  for  the  critical  vibrations  remain  of  fi'equency 
p  =  0  even  after  passing  the  point.  They  possess,  however,  the  property  that  a 
critical  vibration,  if  once  started,  wiU  continue  increasing,  since  the  forces  of 
restitution  (of  whichever  sign)  vanish  in  comparison  with  the  momentum  of  the 
vibration. 

§  37.  Let  us  now  try  and  examine  which  of  these  two  hypotheses  is  best  capable  of 
representing  the  "  primitive  nebula "  of  astronomy.  Imagine  a  sphere  S  drawn  in 
the  nebula,  the  radius  being  a,  and  the  pressure  at  this  surface  ir.  The  matter 
inside  S  is  to  form  a  spherical  nebula  of  finite  extent,  bounded  by  a  sphere  over 
which  the  pressure  is  ir,  and  this  matter  is  to  be  of  a  density  sufficient  to  warrant  us 
in  assuming  the  gas-equations  at  every  point.  The  surface  S  will  be  continually 
traversed  by  matter,  but  this  will  be  of  no  consequence  if  the  losses  and  gains 
balance  in  every  respect.  The  matter  outside  S  must  supply  the  pressure  tt,  and 
will  also,  as  was  explained  in  the  introduction  (§  3),  influence  the  matter  inside  S  by 
its  motion. 

Imagine  the  matter  inside  S  to  be  executing  a  small  vibration,  and  consider  two 
extreme  hypotheses  as  to  the  behaviour  of  the  matter  outside  S. 

Suppose,  in  the  first  place,  that  the  matter  outside  S  is  such  that  it  and  the 
matter  inside  S  together  form  a  perfect  spherical  nebula  at  rest.  Then  the  motion 
of  the  matter  outside  S  is  given  by  the  equations  of  vibration  of  such  a  nebula,  and 
the  influence  of  this  matter  upon  that  inside  S  is  exactly  that  required  in  order  to 
enable  the  matter  inside  S  to  execute  the  vibrations  given  by  the  equations  of  an 
infinite  nebula. 
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Suppose,  next,  that  the  matter  outside  S  consists  mainly  of  molecules  or  of  masses 
of  matter  which  are  describing  hyperbolic  or  parabolic  orbits,  or  which  come  from 
infinity  and  after  rebounding  from  the  nebula  return  to  infinity.  Suppose,  further, 
that  the  interval  during  which  such  a  mass  is  appreciably  under  the  influence  of  the 
matter  inside  S  is  so  small  that  it  is  not  appreciably  affected  by  the  motion  of  the 
latter.  In  this  case  the  matter  outside  S  may  be  regarded  as  arranged  at  random, 
independently  of  the  vibrations  of  the  matter  inside  S ;  it  will  not,  as  under  our  first 
supposition,  take  up  the  motion  of  the  matter  inside  S  to  any  appreciable  extent. 
Hence  the  matter  outside  S  will  exert  no  force  upon  that  inside  S  except  the 
constant  pressure  ir,  and  the  vibrations  of  the  matter  inside  S  will  be  those  of  a 
spherical  nebula  of  finite  size,  bounded  by  a  surface  at  constant  pressure  tt. 

These  two  extreme  hypotheses  lead,  as  we  can  now  see,  to  the  two  conceptions  of  a 
nebula  put  forward  in  §  4.  In  nature  the  truth  will  lie  somewhere  between  these 
two  hypotheses,  and  it  is  by  no  means  easy  to  decide  which  of  the  two  gives  the 
better  representation  of  an  actual  nebula.  We  shall,  however,  be  within  the  limits 
of  safety  if  we  assert  of  an  actual  nebula  only  those  propositions  which  are  true  of 
both  our  ideal  nebulae. 

§  38.  We  may  accordingly  sum  up  as  follows  : — 

(i.)  A  nebula  at  rest  and  in  absolute  equilibrium  in  a  spherical  configuration  will 

always  be  stable, 
(ii.)  Such  a  nebula  may  become  unstable  as  soon  as  the  temperature-lag  is  taken 

into  account, 
(iii.)  There  will  be  a  linear  series  of  configurations  of  relative  equilibrium  of  a 
rotating  nebula,  starting  from  a  non-rotating  spherical  nebula  (supposed 
stable),  and  such  that  the  configuration  is  symmetrical  about  the  axis  of 
rotation.  This  linear  series  corresponds  to  the  series  of  Maclaurin 
spheroids, 
(iv.)  The  first  point  of  bifurcation  on  this  series  occurs  for  a  comparatively  small 

value  of  the  angular  rotation, 
(v.)  The  second  series  through  this  point  is  one  in  which  the  configurations 
possess  only  two  planes  of  symmetry.     Initially  the  configuration  is  such 
that  the  equations  to  the  surfaces  of  equal  density  contain  only  terms  in 
the  first  harmonic  in  addition  to  those  required  by  the  angular  rotation, 
(vi.)  There  is  a  linear  series  which  corresponds  to  the  series  of  Jacobian  ellipsoids, 
each   configuration   possessing   three   planes  of  symmetry.     The  point  of 
bifurcation  at  which  this  series  meets  the  series  mentioned  in  (iii.)  is  a  point 
at  which  the  angular  rotation  is  much  larger  than  that  at  the  point  of 
bifiircation  mentioned  in  (iv.). 
(vii.)  This  latter  linear  series  appears  to  be  always  unstable. 
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The  Unsymmetbical  Configurations  of  a  Nebula. 

The  Second  Series  of  Equilibrium  Configurations. 

§  39.  Let  us  now  try  to  examine  the  second  series  of  equilibrium  configurations, 
which,  as  we  have  seen,  is  a  series  of  stable  configurations  replacing  the  series  of 
Jacobian  ellipsoids.  In  this  way  we  shall  be  able  to  gather  some  evidence  with  a 
view  to  forming  a  judgment  whether  the  behaviour  of  the  nebula  after  leaving  the 
symmetrical  configuration  is  such  as  is  required  by  the  nebular  hypothesis. 

Let  us  suppose,  in  the  first  instance,  that  the  symmetrical  configuration  from  which 
this  series  starts  is  one  in  which  there  is  no  rotation,  so  that  the  configuration  is  one 
of  perfect  spherical  symmetry.  If  the  nebula  is  one  in  which  cooling  takes  place 
very  slowly,  the  configuration  of  the  nebula  will  always  be  very  approximately  an 
equilibrium  configuration.  This  configuration  will  be  one  of  the  spherically 
symmetrical  series  until  the  first  point  of  bifurcation  is  reached  ;  after  this  the 
configuration  will  change  so  as  to  move  along  the  other  series,  which  passes  through 
this  point. 

Now  we  have  already  found  the  manner  in  which  the  configuration  first  diverges 
from  spherical  symmetry  ;  in  other  words,  we  have  a  knowledge  of  the  unsymmetrical 
series  in  the  immediate  neighbourhood  of  the  point  of  bifurcation.  If  then,  we  can, 
by  some  method  of  continued  approximation,  obtain  a  more  extended  knowledge  of 
this  series  of  configurations,  we  shall  be  able  to  trace  the  motion  of  a  nebula  which 
is  cooling  with  infinite  slowness,  and  in  this  way  form  some  idea  of  the  motion  to  be 
expected  in  the  more  general  case- 
Let  us  assume,  as  a  general  form  for  the  '*  series  "  now  under  discussion, 

/>=/>o  +  />iPi  +  />A  +  />3P3  + (115), 

where  P,  is  the  zonal  harmonic  of  order  5,  and  />q,  />i,  p^.  are  functions  of  r  and  of 
some  parameter  a.  This  parameter  determines  the  position  of  any  particular 
configuration  in  the  series.  We  shall  suppose  that  at  the  point  of  bifurcation  a  =  0, 
and  we  then  know  that  when  a  is  very  small  the  limiting  form  of  p  is 

/>  =  />o  +  PiPi- 

In  the  notation  which  has  been  in  use  throughout  the  paper,  we  find  that 
corresponding  to  the  density  distribution  given  by  equation  (72)  the  gravitational 
potential  at  the  point  r,  6  is 

Y  =  e^  +  e^v,  +  0.v,  +  e^v^+ (hg), 


where 


"-.".■{.'l''-""* +-.(:::-:} <"')■ 
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The  functions  Pu  p^  »  *  *  >  are  to  be  determined  from  the  condition  that  V  and  p 
shall  satisfy  the  three  equations  of  equilibrium,  which  are  of  the  form 

p  dx         dx  ' 


An  Isothermal  Nelmla. 

§  40.  Let  us  suppose,  for  the  sake  of  simplicity,  that  the  nebula  is  at  uniform 
temperature,  and  extends  from  r  =  0  to  r  =  cx) .  We  have  already  seen  (equation  (77)) 
that  the  critical  vibration  for  a  nebula  initially  isothermal,  is  one  in  which  the  nebula 
remains  isothermal.  Hence  it  follows  that  if  a  nebula  changes  its  configuration 
through  coming  to  a  point  of  bifurcation,  when  moving  on  a  series  of  isothermal 
and  spherical  configurations,  then  the  new  series  will  also  be  one  in  which  the 
equilibrium  is  isothermal. 

We  may  now  write  m  =  fc/o,  where  ic  Is  a  constant,  and  the  three  equations  of 
equilibrium  become  equivalent  to  the  single  equation, 

*c  log  p  =  V  +  c  , 
or 

p-e- (118). 

Now  the  series  in  question  is,  as  we  have  seen,  approximately  represented,  near  to 
the  point  of  bifurcation,  by  taking  only  two  terms  of  (115),  and  consequently  only 
two  terms  of  (116).     In  this  case  equation  (118)  becomes  : 


Pq 


+  p,P,  =  e^^{l+^P,+i(^P,)'+...}    .     .     .     (119). 


Equating  coefiioieuts,  we  find  that  p^  is  given  by  the  equation 


«0  +  C. 

po  =  ^ "  y 


the  same  equation  as  in  the  case  of  perfect  spherical  symmetry.     Also  pi  is  given  by 
the  equation 

Pi—  ;  ^1  • 


K 


It  wiU  be  easily  verified  that  this  equation  is  exactly  equivalent  to  our  former 
equation  (38).  The  equation  contains  an  arbitrary  multiplier  in  its  solution.  This 
may  be  taken  to  be  a,  the  parameter  of  the  series,  so  that  we  may  write 

Pi  =  ao-i, 
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where  cti  is  a  completely  determined  ftmction  of  r.     Thus,  as  far  as  a,  the  solution  is 
seen  to  be 

P  =  Po  +  acr|Pi. 

We  shall  now  show  that,  as  far  as  a^,  the  solution  is 

/o  = />o  +  «'o"02  +  cfo-iPi  +  aVgPg (120). 

The  substitution  of  this  in  equation  (118)  leads  to 

PO  +  «^<^02  +  »<^lPl  +  ^^^2^2 

where  ^i  stands  in  the  same  relation  to  Ci  as  does  0i  to  pi.     The  right-hand  member 
of  this  equation  is  equal  to 


■{i  +  4^*  +  5^  +  !^P,  +  (°^+i^')p,  +  ...}, 


in  which  the  unwritten  terms  are  of  degree  at  least  equal  to  3  in  a. 
Neglecting  a^  the  equation  is  satisfied  if 


Po 


^e%     cro,  =  po{i^'  +  ^} (121), 


0-1  = 


—  ^0^ 


K 


(122), 


_  Po4>9     I     i  ^0*^1 


2 


cr.  =  ^  +  i^-        (123). 


K        '      "       K^ 


These  equations  determine  otq^  and  ar^  uniquely. 

It  is  obvious  that  this  method  is  capable  of  indefinite  extension,  and  that  the 
general  form  of  configuration  in  the  series  will  be  given  by 

p  —  po  +  a*o-02  +  «*<^(H  +  •  •  •  +  (^o-i  +  <^'<^18  +  ^^<^n  +  •  •  •)  1^1 

+  (aV,  +  aV24+...)I'2  +  («'<r3  +  aV35+  ...)F^  +  &c..     (124). 

§  41.  Let  us  examine  in  greater  detail  the  solution  as  far  as  a\  this  being  given  by 
equation  (115).  The  important  question,  as  will  be  seen  later,  is  the  determination 
of  the  sign  of  ar^*  We  therefore  pass  at  once  to  the  consideration  of  equation  (123). 
Written  out  in  fiiU,  this  becomes 

G  2 
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This  equation  may  be  transformed  in  the  same  way  as  equation  (39).     If  we 
write 

we  find  that  the  above  equation  is  equivalent  to   {cf.  equations  (47),  (48),  (49), 
(54),  (5G)) 

together  with  the  two  equations 

[ilH.,.=» ('2«)' 


Writing 
equation  (119)  becomes 


u-      ^     , 


g-5(6-2«)=-^^ (128). 


Ch^  7-2  ^  •     ^  8iK2 


Keferring  to  the  table  of  values  for  u,  which  will  be  found  on  p.  15  of 
Professor  Darwin's  paper,  it  appears  that  u  increases  from  a  zero  value  at  the  origin 
up  to  a  maximum  value  of  about  1*66 ;  it  then  decreases  to  a  minimum  of  about  '8, 
and  after  this  increases  to  1,  its  value  at  infinity.  Thus  the  factor  6  —  2tf  has  a  range 
of  values  from  6  to  about  2f . 

Now  the  solution  of 

;^-^n(«  +  i)  =  -'^' (m) 

is  easily  found  to  be 

in  which  Cj  and  C^  are  constants  of  integration,  which  may  at  once  be  put  equal  to 
zero,  if  n  is  positive,  and  if  y  is  to  satisfy  conditions  (126)  and  (127). 

Comparing  (128)  with  (129),  we  see  that  if  u  had  a  constant  value  i/q  at  every 
point  of  the  nebula,  the  value  of  y  would  be  given  by  equation  (130),  in  which  C^,  C^ 
would  be  put  equal  to  zero,  and  n  would  be  the  positive  root  of 

n(n+  l)r=  6  —  2wo, 

provided  only  that  6  —  2z/q  were  positive. 
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For  the  range  of  values  for  Uq  from  Uq=z  0  to  Uq=  1'66,  the  value  of  n  would  have 
a  range  of  values  from  2  to  1  '2.  Thus  the  form  of  solution  is  materially  the  same  for 
all  of  these  values  of  ti^.  It  will  be  seen  without  difficulty  that  the  solution  of  (128), 
in  which  u  has  not  a  constant  value,  but  varies  over  the  range  from  0  *o  1*66  as  r 
varies,  will  be  such  that  the  graph  expressing  y  as  a  ftinction  of  r  will  present  the 
same  features  as  are  common  to  the  graphs  given  by  equation  (130)  for  ranges  of  n 
from  2  to  1-2. 

Now  the  value  of  y  given  by  equation  (130)  is  positive  for  all  values  of  ?•,  hence  we 
infer  that  the  solution  of  (128)  is  such  that  y  is  positive  for  all  values  of  r.  We 
therefore  have,  for  all  values  of  r. 


0-2  =  ^  -^  +  a  positive  quantity, 


so  that  (Tg  is  positive  for  all  values  of  r. 

§  42.  We  therefore  see  that  the  initial  motion,  in  which  u  and  A  are  each 
proportional  to  the  first  harmonic,  will  first  break  down  owing  to  the  introduction  of 
terms  involving  the  second  harmonic.  The  sign  of  these  terms  is  such  that  there  is, 
in  all  the  shells  of  which  the  nebula  is  composed,  a  diminution  of  density  in  the 
equatorial  regions,  and  a  condensation  at  both  poles,  which  must  be  added  to  that 
given  by  the  terms  involving  the  first  harmonic. 

The  nature  of  this  motion  will  become  clearer  upon  a  reference  to  fig.  3.  This 
figure  consists  of  the  four  curves* 

r  =  ao        r  =  ao  +  a^T^ 
r  =  ao  +  aiiPi  +  a^Pg        r  =  ao  +  a'^Pi  +  a^F^, 

and  these  may  be  supposed  to  represent  curves  of  equal  density  in  the  three  stages. 
It  is  easy  to  see  that  of  the  pear-shaped  surfaces  of  equal  density,  the  equations  of 
which  contain  the  two  first  harmonics,  some  will  be  turned  in  one  direction,  and  some 
in  the  other.  For  if  they  were  aU  turned  in  the  same  direction  the  centre  of  gravity 
could  no  longer  remain  at  the  centre  of  co-ordinates.  Thus,  if  the  narrow  ends  of 
these  pear-shaped  figures  point  in  one  direction  at  infinity,  we  must,  as  we  go 
inwards,  come  to  a  place  at  which  they  have  the  transition  shape,  namely,  ellipsoids 
of  revolution,  and  after  this  they  will  point  in  the  opposite  direction. 

It  appears,  therefore,  that  the  initial  motion  is  such  as  to  suggest  the  ultimate 
division  of  the  nebula  into  two  parts,  this  division  being  effected  by  the  outer  layers 
condensing  about  one  radius  of  the  nebula,  so  as  to  leave  room  for  the  ejection  of  a 

*  The  particular  values  for  which  the  curves  are  drawn  are  in  the  ratio  a^  =  11,  ai  =  2,  flu  =  5,  a^  =  2, 
a\i  =  7,  a'2  =  4.     Thus  the  equation  of  the  last  curves  are  in  polar  co-ordinates, 

7  =  —  (10 +  5  cos  ^  +  3co82^),     ^-?J-(9  +  7  cos  ^  +  6  cos2  ^). 
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central  nucleus  in  the  direction  of  the  opposite  radius*  Whether  or  not  actual 
separation  takes  place  would  probably  depend  on  the  amount  of  the  angular  velocity. 

It  is  of  interest  to  compare  the  result  just  arrived  at,  with  the  corresponding 
result  found  by  Poincare  for  the  motion  when  an  ellipsoid  of  Jaoobi  first  becomes 
unstable.'*     This  is  described  as  follows  : — 

"  La  plus  grande  portion  de  la  mati^re  semble  se  rapprocher  de  la  forme  sph^rique, 
tandis  que  la  plus  petite  portion  de  cette  mSme  mati^re  sort  de  Tellipsoide  par 
Textremitd  du  grand  axe,  coinme  si  elle  voulait  se  s^parer  de  la  masse  principale." 

Thus,  although  the  initial  motions  are,  since  they  start  from  different  configurations, 
necessarily  different,  yet  it  would  seem  as  if  the  final  result  was  very  much  the  same 
in  the  two  cases.  In  either  case  we  have  a  diminution  of  matter  in  the  equatorial 
regions,  suggesting  the  ultimate  division  of  the  mass  into  two,  and  in  each  case  these 


Fig.  3. 

two  masses  are  of  unequal  size,  a  result  which  could  hardly  have  been  foreseen 
without  analysis. 

§  43.  If  the  rate  of  cooling  of  a  nebula  is  appreciable,  the  motion  will  not  be  along 
a  "series"  of  equilibrium  configurations.  The  value  of  p,  the  frequency  which  is 
nearest  to  instability,  will  be  changing  at  a  finite  rate,  and  may  run  to  some  distance 
beyond  the  zero  value,  before  the  deviation  of  the  nebula  from  the  spherical  shape  is 
sufficient  to  invalidate  the  analysis  of  our  paper.  In  this  case  we  can  imagine  the 
first  unstable  vibration,  that  for  which  p  =  0,  being  overtaken  by  other  unstable 
vibrations  of  greater  and  greater  fi'equency,  the  corresponding  velocity  of  divergence 

*  '  Acta  Mathematica,'  vol.  7,  p.  347, 
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from  spherical  symmetry  becoming  continually  greater.  It  is  therefore  quite 
conceivable  that  the  motion  may  become  adiabatic  at  an  early  stage,  and  it  is  possible 
that  it  may  be  better  imagined  as  a  collapse  or  explosion,  rather  than  as  a  gradual 
slipping  from  a  spherical  state  of  equilibrium  into  and  through  a  series  of 
unsymmetrical  states  of  equilibrium. 

But  an  examination  of  the  physical  character  of  the  motion  will  show  that  in  this 
extreme  case,  as  also  in  any  intermediate  case,  the  motion  must  be,  in  its  essentials, 
the  same  as  that  which  has  been  found  for  the  other  extreme  case,  namely,  that  of 
infinitely  slow  cooling  and  perfect  thermal  equilibrium.  In  the  spherical  state,  the 
outermost  layers  of  gas  may  be  regarded  as  stretched  out  in  opposition  to  their 
gravitational  attractions,  being  maintained  in  this  state  by  the  elasticity  of  the  gas. 
The  balance  between  these  two  agencies  (which  is,  speaking  loosely,  measured  by  the 
stability  ftmction,  ti«)  must  be  supposed  to  be  continually  changing,  and  instability 
always  results  from  the  same  cause,  namely,  that  the  elasticity  of  these  outer  layers 
becomes  inadequate  to  resist  the  gravitational  tendency  to  collapse.  In  every  case 
the  outer  layers  concentrate  about  a  single  radius  of  the  nebula,  the  axis  of  harmonics 
(^  =  0 .  in  equation  (72))  and  so  increase  the  pressure  along  this  radius,  while 
decreasing  that  along  the  opposite  radius  {6  =  ir).  This  pressure  acting  upon  the 
inner  layers  of  gas  and  the  core  sets  them  in  motion,  and  in  this  way  we  have  the 
tendency  to  separation  into  two  nebulae. 

A  Nebula  in  "  IsothermaUadiahatic  "  Equilibrium. 

§  44.  A  nebula  which  consists  of  an  isothermal  nucleus  with  a  layer  in  convective 
equilibrium  above  it,  is  said  to  be  in  "  isothermal-adiabatic "  equilibrium.  At  the 
surface  at  which  the  law  changes  from  the  adiabatic  to  the  isothermal,  the  quantities 
w,  T  and  p  must  all  be  continuous. 

The  isothermal  part  is  capable  of  executing  a  vibration  of  frequency  p  =  0  while 
remaining  in  isothermal  equilibrium  throughout,  provided  the  forces  acting  upon  it 
from  the  adiabatic  part  are  the  same  as  would  act  if  the  adiabatic  part  were  replaced 
by  an  isothermal  part  in  such  a  way  that  the  whole  made  up  an  infinite  isothermal 
nebula.  If  the  nebula  is  rotating,  the  amplitude  of  vibration  of  the  infinite  nebula 
will  vanish  at  infinity  proportionally  to  some  invei-se  power  of  r,  this  power  increasing 
with  the  rotation.  For  sufficiently  large  rotations,  the  vibrations  may  be  regarded 
as  inappreciable  except  over  the  original  isothermal  nucleus,  so  that  the  vibration  is 
approximately  unaltered  when  the  outer  layers  are  again  replaced  by  layers  in 
convective  equilibrium. 

We  see,  therefore,  that  an  "  isothermal-adiabatic  "  nebula  may  become  unstable,  for 
sufficiently  large  rotations,  through  a  vibration  of  order  n  =  1.  No  attempt  is  made 
to  obtain  any  numerical  results.  We  can,  however,  follow  up  the  subsequent'  motion 
iu  the  same  way  as  in  the  case  of  an  isothermal  nebula. 
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Over  the  part  of  the  nebula  which  is  in  adiabatic  equilibrium,  the  relation  between 

density  and  pressure  is 

VT  =  cp^, 

where  c  is  a  constant,  so  that  the  equations  of  equilibrium  become 

and  are  therefore  equivalent  to  the  single  equation 

where  V„  is  the  potential  of  the  outer  boundaiy  of  the  nebula.     This  takes  the  form 

or, 

«.  -  V.  +  W  +  *,P,  +  .  .  .  =  «y' {l  +  <3^^f^^  (2)' 

It  is  obvious  that  equation  (124)  again  gives  the  general  form  of  solution,  and  that, 
as  far  as  a^,  the  equations  are  {cf.  equations  121,  123) 

^o-V„  =  ^l (131), 

<^i  =  cy^/-' (^) (132), 

<i>,^cypr'{2+iiy-'^){yj} (133), 

Writing  k  for  cyp^~^,  we  see  that  equations  (132)  and  (133)  niay  be  written 

-.^'-f (135). 

<r.=  'f^W-y)^ (136). 
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These  are  equations  similar  to  (122)  and  (123);  the  last  term  in  (136)  is  different 
from  the  last  term  in  (123)^  but  both  terms  agree  in  being  invariably  positive.  Hence 
it  appears  that  the  question  of  the  sign  of  o-g  turns,  as  in  §  37,  upon  the  sign  of  the 
fiwjtor  (6  —  2u).  We  can  no  longer  actually  evaluate  this  factor,  as  in  §  37,  but  it 
seems  to  be  safe  to  infer  from  analogy  that  it  will  be  positive  at  every  point,  and  this 
in  turn  shows  that  cr^  must  be  positive  at  every  point.  Hence  it  appears  probable 
that  the  motion  will  be  that  described  in  §  38. 

Rotating  Nebula. 

§  45.  The  equations  of  an  unsymmetrical  series  starting  from  a  symmetrical 
configuration  in  which  there  is  a  finite  amount  of  rotation  would  be  extremely 
complicated,  and  no  attempt  to  handle  them  is  made  in  this  paper.  The  correction 
for  a  small  rotation  will  clearly  consist  merely  of  an  increase  in  the  terms  containing 
the  second  harmonic,  so  that  the  general  shape  of  the  curves  will  be  similar  to  that 
of  the  last  two  curves  of  fig.  3. 

Little  difficulty  will  be  experienced  in  imagining  the  shape  of  curves  appropriate 
to  larger  rotations. 

Problems  of  Cosmic  Evolution. 

Infinite  Space  filled  with  Matter. 

§  46.  A  limiting  solution  of  the  equations  of  equilibrium  (corresponding  to  A  =  qo  , 
B  =  oo  in  equation  (114))  gives  a  nebula  in  which  the  density  is  constant  every- 
where. This  solution  may  be  supposed  to  represent  infinite  space  filled  with  matter 
distributed  at 'random.  If  space  has  no  boundary  there  is  presumably  no  need  to 
satisfy  a  boundary-equation  at  infinity,  so  that  p  may  have  any  value ;  if,  however, 
this  equation  must  be  satisfied  the  only  solution  is  />  =  0. 

Let  us  consider  the  former  case.  Space  is  filled  with  a  medium  of  mean  density  p 
and  of  mean  temperature  T.  Since  the  space  under  consideration  is  infinite,  we  may 
measure  linear  distances  on  any  scale  we  please,  and,  by  taking  this  scale  sufficiently 
great,  we  can  cause  all  irregularities  in  density  and  temperature  to  disappear.  We 
may,  therefore,  suppose  at  once  that  the  density  and  temperature  have  the  constant 
values  p  and  T. 

The  equations  of  motion  for  small  displacements  referred  to  rectangular  axes  are, 
in  the  old  notation  {of.  §  6),  since  Vq  and  zjq  are  constants, 

d^^  _dV^        1   dm' 

or,  operating  with  d/dx,  d/dy^  d/dz,  and  adding 
VOL.   cxcix. — A.  H 
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^  =  V«V'  -  -  W (138). 

Since  V  is  the  gravitational  potential  of  a  distribution  of  density  -*  A/o  {cf.  §  6),  we 

have 

V^V  =  inAp, (139), 

while  if  we  suppose,  for  the  sake  of  simplicity,  that  the  motion  is  adiabatic,  so  that 
the  ratio  of  pressure  to  density  changes  at  a  constant  rate  k,  we  have  (cf.  equation 
(3),  p.  5)  • 


Hence  equation  (138)  becomes 


The  simplest  solution  of  this  is  of  the  form 


(PA 

—  —  AirpA  —  kV^A  =  0 (140). 


where 


A  =  —  e'<^'*«'> (141), 

2'  =  ^^'      ■ (142). 


and  the  general  solution  can  be  built  up  by  superposition  of  such  solutions. 

Now  solution  (141)  gives  A  =  0  at  infinity,  provided  q  is  real,  and  therefore 
provided  p^  +  47r/>  is  positive,  a  condition  which  admits  of  p  being  imaginary. 
There  is  therefore  a  possible  motion,  which  consists  of  a  concentration  of  matter 
about  some  point,  the  amount  of  this  concentration  vanishing  at  infinity,  and  the 
amount  at  any  point  increasing,  in  the  initial  stages,  exponentially  with  the  time. 

We  conclude,  therefore,  that  a  uniform  distribution  in  space  will  be  unstable, 
independently  of  the  mean  temperature  or  density  of  this  distribution.* 

The  Evolution  of  Nehulce. 

§  47.  We  can  also  see  that  a  distribution  of  matter  which  is  symmetrical  about  a 
single  point  will  be  equally  unstable.    For,  if  this  distribution  of  matter  were  perfectly 

*  An  interesting  field  of  speculation  is  opened  by  regarding  the  stars  themselves  as  molecules  of  a 
quasi-gas.  If  space  were  Euclidean  and  unbounded,  there  would  be  no  objection  to  this  procedure,  and 
we  should  be  led  to  the  conclusion  that  the  matter  of  the  universe  must  become  more  and  more  concen- 
trated in  the  course  of  time.  If  space  is  non-Euclidean,  this  concentration  might  reach  a  limit  as  soon  as 
the  coarsegrainedness  of  the  structure  attained  a  value  so  great  that  the  distance  between  individual 
units  became  comparable  with'the  radii  of  curvature  of  space.  In  any  case,  it  may  reach  a  limit  as  soon 
a^  an  appreciable  fraction  of  the  space  in  question  becomes  occupied  by  matter. 
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homogeneous,  the  whole  mass  of  matter  would  form  a  spherical  nebula  of  literally 
infinite  extent,  and  would  therefore  be  in  neutral  equilibrium.  The  introduction  of 
even  the  smallest  irregularities  into  this  structure  is  equivalent  to  the  application  ot 
an  external  field  of  force.  This,  as  has  already  been  seen,  will  destroy  the  spherical 
symmetry,  and  it  can  easily  be  seen  that  the  motion  from  spherical  symmetry  is  such 
as  to  lead  to  a  concentration  of  matter  about  points  of  maximum  density. 

It  appears,  therefore,  that  the  configuration  which  will  natiu'ally  be  assumed  by  an 
infinite  mass  of  matter  in  the  gaseous  or  meteoritic  state  consists  of  a  number  of 
nebulae,  {i.e.,  clusters  round  points  of  n^ximum  density).  We  may  either  suppose 
the  outer  regions  of  these  nebulae  to  overlap,  each  nebula  satisfying  the  gas-equations 
by  being  of  infinite  extent,  or  we  may  suppose  the  nebulae  to  be  distinct  and  of  finite 
size,  the  interstices  being  filled  by  meteorites  or  other  matter,  which  by  continual 
bombardment  upon  the  surfaces  of  the  nebulae  supply  the  pressure  which  is  required 
at  these  surfaces  by  the  equations  of  equilibrium. 

§  48.  What,  we  may  inquire,  will  determine  the  linear  scale  upon  which  these 
nebulae  are  formed  ?  Three  quantities  only  can  be  concerned :  y  the  gravitational 
constant,  p  the  mean  density,  and  XT  the  mean  elasticity.  Now  these  quantities 
can  combine  in  only  one  way  so  as  to  form  a  length,  namely,  through  the  expression 


a/5, 


of  which  the  dimensions  will  be  readily  verified  to  be  unity  in  length,  and  zero  in 
mass'  and  time.  We  conclude,  then,  that  the  distance  between  adjacent  nebulae  will 
be  comparable  with  the  above  expression. 

Now  the  value  of  y  is  65  X  10~®,  and  if  we  assume  the  primitive  temperature 
to  be  comparable  with  1000°  (absolute)  we  may  take  XT  =  10®  (corresponding 
accurately  to  an  absolute  temperature  of  350°  for  air,  2800°  for  hydrogen).  If  we 
take  the  sun's  diameter  as  a  temporary  unit  of  length,  the  earth's  orbit  is  (roughly) 
of  diameter  200.  If  we  suppose  the  fixed  stars  to  be  at  an  average  parallactic 
distance  of  0*5''  apart,  measured  with  respect  to  the  earth's  orbit,  we  find  for  their 
mean  distance  apart,  about  4  X  10*^  sun's  radii.  The  density  of  the  sun  being, 
in  C.G.S.  units,  roughly  equal  to  unity,  we  may,  to  the  best  of  our  knowledge, 
suppose  the  mean  density  of  the  primitive  distribution  of  matter  to  be  about 
(4  X  10*^)"^,  or  say  10"*^.  Substituting  these  values  for  y,  XT  and  /),  we  find  as  the 
scale  of  length  a  quantity  of  the  order  ot  10^®'^  centims.  The  distance  which 
corresponds  to  a  parallax  of  0*5"  would  be  about  10^^®  centims.  It  will  therefore  be 
seen  that  we  are  dealing  with  distances  which  are  of  the  astronomical  order  of 
magnitude. 
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The  Evolution  of  Planetary  Systems. 

§  49.  Let  us  now  fegard  a  single  centre,  together  with  the  matter  collected  round 
it,  as  the  spherical  nebula  which  is  the  subject  of  discussion.  On  account  of  the 
way  in  which  it  has  been  formed,  this  nebula  will,  in  general,  be  endowed  with 
a  certain  amount  of  angular  momentum.  We  have  seen  that  a  primitive  nebula  of 
this  kind  may  be  supposed,  under  certain  conditions,  to  become  unstable.  We  have 
also  seen  that  the  motion,  when  the  nebula  becomes  unstable,  is  such  as  to  stron^y 
suggest  the  ejection  of  a  satellite. 

As  a  nebula  cools  the  rotation  increases,  owing  to  the  contraction  of  the  nebula, 
and  n  also  increases.  Thus  the  quantity  flV^^^T^*  which  measures  the  rotational 
tendency  to  instability,  has  a  double  cause  of  increase ;  firstly  owing  to  the  increase 
in  n,  and  secondly  owing  to  the  decrease  in  T.  We  can  accordingly  imagine  the 
primitive  nebula  becoming  unstable  time  after  time,  throwing  off  a  satellite  each  time. 

In  the  usually  accepted  form  of  the  nebular  hypothesis,  the  rotation  is  supposed  to 
be  the  sole  cause  of  instability,  so  that  the  system  resulting  jfrom  a  single  nebula 
ought  theoretically  to  be  entirely  symmetrica)  about  an  axis.  On  the  view  of  the 
present  paper,  there  is  no  reason  for  expecting  this  symmetry.  For  large  rotations 
of  the  primitive  nebula,  the  configuration  of  the  resultant  planetary  system  will 
approximate  to  perfect  symmetry,  but  for  small  rotations,  a  slight  irregularity 
occurring  at  the  critical  moment,  at  a  point  out  of  the  equatorial  plane,  may  produce 
a  satellite  of  which  the  orbit  is  far  removed  from  the  equatorial  plane. 

In  conclusion,  two  particular  cases  of  "  irregularities"  may  be  referred  to.  If  the 
nebula  is  penetrated  by  a  wandering  meteorite,  at  a  moment  at  which  it  is  close  to  a 
state  of  instability,  the  presence  of  the  meteorite  will  constitute  an  irregularity,  and 
may  easily  result  in  the  formation  of  a  satellite.  And  if  a  quasi-tide  is  raised  in  the 
nebula  by  the  presence  of  a  distant  mass,  the  same  result  may  be  produced.  In  the 
former  case,  the  plane  of  the  satellite  would,  if  the  rotation  is  sufficiently  small, 
be  largely  determined  by  the  path  of  the  meteorite ;  in  the  second  case,  by  the 
position  (or  path)  of  the  attracting  mass.  It  would  not,  in  either  case,  depend  much 
upon  the  axis  of  rotation  of  the  nebula. 

Conclusion. 

§  50.  To  sum  up,  it  appears  that  the  behaviour  of  a  gaseous  nebula  differs  in 
at  least  two  important  respects  from  that  of  an  incompressible  liquid.  In  the  first 
place,  it  differs  as  regards  the  ^amount  of  rotation  which  is  required  to  produce 
instability,  and,  in  the  second  place,  it  differs  as  regards  the  disposition  of  the  orbits 
of  the  planets  which  will  be  formed  out  of  the  primitive  nebula.  It  will  be  noticed 
that  no  definite  numerical  results  have  been  obtained ;  my  aim  has  been  to  obtain 
qualitative   rather  than  quantitative   results,  so  as  to  show,  if  possible,  that  the 
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results  to  be  expected  for  a  gaseous  nebula  are  of  so  much  more  general  a  kind  than 
those  usually  inferred  from  the  analogy  of  a  liquid  mass,  that  no  difficulty  need  be 
experienced  in  referring  existent  planetary  systems  to  a  nebular  or  meteoritic  origin, 
on  the  ground  that  the  configurations  of  these  systems  are  not  such  as  could  have 
originated  out  of  a  rotating  mass  of  liquid. 

In  conclusion,  I  wish  to  express  my  indebtedness  to  Professor  Darwin  for  much 
assistance  which  I  have  received  from  him  throughout  the  course  of  my  work. 
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Part  I. — Introduction. 

(1.)  General  Account  of  the  Onyin  and  Progress  of  the  Investigation. 

The  method  of  Continuous  Electrical  Calorimetry,  described  in  the  following 
paper,  was  originally  devised  as  part  of  a  Fellowship  Dissertation  on  applications  of 
the  platinum  thermometer,  at  Trinity  College,  Cambridge,  in  the  year  1886,  but,  on 
account  of  unforeseen  difficulties,  the  experiments  did  not  at  that  time  get  beyond 
the  preliminary  stage.  In  the  first  rough  apparatus,  a  steady  flow  of  water,  passing 
through  a  tube  about  30  centims.  long  and  3  millims.  in  diameter,  was  heated  by  an 
electric  current  in  a  fine  spiral  of  platinum  wire  of  about  5  ohms  resistance,  nearly 
fitting  the  tube.  The  steady  difference  of  temperature  between  the  inflow  and  the 
outflow  was  measured  by  a  pair  of  delicate  mercury  thermometers,  which  it  was  of 
course  intended  to  replace  in  the  final  apparatus  by  a  differential  pair  of  platinuiii 
thermometers.  The  electrical  energy  supplied  was  measured  by  the  potentiometer 
method  in  terms  of  a  set  of  5  Clark  cells  and  a  large  German-silver  resistance 
of  5  ohms  in  series  with  the  platinum  spiral.  The  potentiometer  was  specially  made 
for  the  work,  and  consisted  of  a  metre  slide-wire,  and  ten  resistances,  each  equal  to 
the  slide-wire,  for  extending  the  scale  so  as  to  secure  sufficient  accuracy  of  reading. 
This  potentiometer  was  still  in  existence  at  the  Cavendish  Laboratory  in  1893. 
The  set  of  5  Clark  cells  were  tested  by  Glazebrook  and  Skinner  (*PhiL 
Trans.,'  A,  1892),  and  were  still  in  good  condition  at  a  later  date.  The  external  heat- 
loss  in  these  experiments  was  found  to  be  much  larger  than  had  been  anticipated, 
and  so  variable  that  the  results  were  of  little  or  no  value.  In  order  to  remedy  this 
defect,  I  designed  the  vacuiun-jacket,  which  was  suggested  by  some  experiments  of 
Sir  William  Crookes  (*  Roy.  Soc.  Proc.,'  vol.  31,  1881,  p.  239),  which  appeared  to 
indicate  that  the  rate  of  cooling  of  a  mercury  thermometer  in  a  very  good  vacuum 
was  ten  to  twenty  times  less  than  in  air.  I  therefore  regarded  the  vacuum-jacket  as 
a  most  essential  part  of  the  experiment,  and  expected  a  great  improvement  to  result 
from  its  use.  Unfortunately  I  failed  to  make  the  jacket  for  want  of  sufficient  skill 
in  glass-work,  and  abandoned  the  experiment  for  the  time,  until  my  appointment  as 
Professor  of  Physics  at  McGill  College,  Montreal,  gave  me  greater  facilities  for 
carrying  out  the  work.  Eventually  it  proved  that  the  effect  of  the  vacuum-jacket  in 
diminishing  the  external  loss  of  heat  was  not  nearly  so  great  as  I  had  been  led  to 
imagine,  but  it  possessed  several  advantages  as  a  heat  insulator  over  such  materials 
as  cotton  wool  or  flannel.  The  thermal  capacity  of  a  vacuum  being  negligible,  the 
time  required  for  attaining  a  steady  state  was  much  shortened.  Moreover  there  was 
no  risk  of  error  from  damp,  which  is  the  worst  drawback  of  ordinary  lagging. 

I  had  not  originally  intended  to  employ  the  electrical  method  for  determining  the 
variation  of  the  specific  heat  of  water,  but  only  for  comparing  the  electrical  and 
thermal  units  at  ordinary  temperatures.     In  the  meantime  the  work  of  Griffiths, 
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with  which  I  was  intimately  acquainted,  had  shown  that  the  electrical  units  were 
probably  in  error,  and  appeared  to  indicate  a  smaller  rate  of  variation  of  the  specific 
heat  than  that  given  by  Rowland.  In  reconsidering  the  problem,  in  1893,  I 
therefore  determined  to  attempt  the  absolute  measurement  of  the  ohm  and  the 
Clark  cell,  in  addition  to  the  variation  of  the  specific  heat  of  water  over  as  wide 
a  range  as  possible.  The  method  of  steady-flow  calorimetry  appeared  to  be 
particularly  adapted  to  the  latter  object,  as  it  afforded  much  greater  facility  than 
that  of  Griffiths  or  Rowland  in  varying  the  conditions  of  experiment  over  a  wide 
range.  For  the  absolute  measurement  of  the  ohm,  I  immediately  obtained  estimates 
for  a  Lorenz  apparatus  of  Professor  V.  Jones*  pattern,  which  was  eventually  ordered 
in  October,  1894,  and  is  briefly  described  in  Section  6  of  this  paper.  For  the 
absolute  measurement  of  the  Clark  cell  in  terms  of  the  ohm,  after  spending  some 
time  in  designing  various  forms  of  electrodynamometer,  I  decided  to  employ  the 
British  Association  pattern,  with  certain  modifications,  which  are  explained  below. 
Sections  10  to  16.  At  the  same  time  I  commenced  a  series  of  investigations 
into  the  defects  of  the  form  of  Clark  cell  described  in  the  Board  of  Trade 
Memorandum,  in  which  I  was  assisted  by  Mr.  H.  T.  Barnes.  This  work  included 
an  accurate  determination  of  the  variation  of  the  E.M.F.  with  temperature  and 
with  strength  of  solution,  in  addition  to  measurements  of  the  solubility  of  zinc 
sulphate  and  of  the  density  of  its  solutions.  It  extended  further  than  I  had  at  first 
anticipated,  and  was  not  completed  till  the  summer  of  1896.  The  results  were 
published  in  the  'Proceedings  of  the  Royal  Society,'  vol.  62,  pp.  117-152. 

In  the  meantime  I  had  been  engaged,  during  the  winter  of  1895  and  the  summer 
of  1896,  in  testing  various  methods  of  temperature  regulation,  and  in  studying  the 
theory  of  the  flow  of  water  in  fine  tubes  under  the  conditions  presented  by  the 
proposed  method  of  calorimetry.  This  was  a  most  important  part  of  the  work, 
as  the  determination  of  the  variation  of  the  specific  heat  over  a  large  range  of 
temperature  exacted  great  accuracy  of  regulation,  and  close  attention  to  details  of 
design.  The  method  of  regulation  and  circulation  finally  adopted  may  appear  very 
simple  and  obvious,  but  it  was  not  reached  without  considerable  expenditure  of  time 
and  thought.  The  experiments  on  the  flow  of  water  heated  by  an  electric  current 
(Section  33)  threw  some  light  on  the  causes  of  failure  of  the  rough  preliminary 
experiments,  and  supplied  the  data  necessary  for  the  design  of  the  glass-work  of  the 
calorimeter  and  vacuum-jacket,  which  was  ordered  of  Messrs.  Muller,  in  Bonn,  early 
in  October,  1896. 

At  this  stage  of  the  investigation,  finding  that  I  should  not  have  suflScient  leisure 
during  the  work  of  the  session  to  carry  out  the  research  single-handed,  as  I  had  at 
first  intended,  I  secured  the  assistance  of  Mr.  Barnes,  who  had  already  proved  his 
ability  in  the  making  and  testing  of  Clark  cells.  Our  first  experiments  were  made 
on  mercury,  which,  being  itself  a  conductor  of  electricity,  presented  fewer  difficulties 
than  water.      The  water  apparatus  was   fitted  up  and   tested  shortly  before   the 
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meeting  of  the  British  Association,  in  1897,  but  it  was  at  that  time  incomplete  in 
certain  important  details,  and  only  three  sets  of  observations,  at  5°,  25°,  and  45°, 
were  obtained.  At  the  commencement  of  the  next  session  I  secured  the  services  of 
Mr.  Stovel,  the  most  promising  of  the  electrical  students  of  the  previous  session,  to 
assist  Mr.  BabN£S  in  setting  up  the  apparatus  and  taldng  the  observations.  I  spent 
a  good  deal  of  my  leisure  at  this  time  in  the  adaptation  of  the  method  to  the 
determination  of  the  specific  heat  of  steam,  but  continued  to  give  the  closest  personal 
supervision  to  the  work  on  the  specific  heat  of  water,  and  made  several  tests  of  the 
apparatus  in  the  vacations  when  I  had  more  leisure.  A  great  part  of  the  work 
during  this  session  consisted  in  perfecting  the  mechanical  details  of  the  apparatus, 
which  is  always  a  most  important  and  laborious  process  in  an  investigation  of  this 
character.  The  last  work  in  which  I  personally  assisted  before  leaving  Montreal 
was  the  drawing  and  annealing  of  the  platinum-silver  wire  for  the  Mica  Current- 
Standards  referred  to  in  Section  7.  By  this  time  the  fundamental  portions  of 
the  apparatus  had  been  practically  perfected,  but  the  observations,  though  very 
numerous,  did  not  extend  beyond  the  range  0°  to  55°,  and  they  had  for  the  most 
part  been  t^ken  for  the  purpose  of  testing  improvements  which  from  time  to  time 
were  introduced,  and  could  not  be  regarded  as  parts  of  a  regular  series. 

When  I  left  Montreal  about  the  end  of  May,  1898,  it  was  arranged  that  Mr.  Barnes 
should  continue  the  experiments  throughout  the  summer,  and  should  follow  me  to 
England  with  the  apparatus  as  soon  as  I  could  make  preparations  for  carrying  on  the 
work  in  my  new  laboratory.  Unfortunately  this  plan  proved  to  be  impracticable, 
which  caused  some  delay  in  the  work,  as  I  was  unable  to  render  him  any  material 
assistance  by  correspondence  at  such  a  distance,  owing  to  the  impossibility  of 
detecting  sources  of  error  in  any  particular  case  without  seeing  the  apparatus  or  the 
observations.  But  by  the  end  of  the  McGill  College  session  in  April  1899,  he  had 
succeeded  so  well  in  overcoming  his  diflSculties,  and  the  work  appeared  to  be 
progressing  so  favourably,  that  it  seemed  inadvisable  to  disturb  the  apparatus.  I 
therefore  reluctantly  consented  to  abandon  any  further  share  in  the  observations. 
It  had  originally  been  intended  that  I  should  write  the  paper  describing  the  theory 
and  results  of  the  investigation ;  but  as,  in  the  end,  Mr.  Barnes  was  solely 
responsible  for  the  final  series  of  observations,  it  seemed  more  appropriate  that  he 
should  write  the  account  of  that  part  of  the  work. 

The  primary  object  of  my  own  contribution  is  to  supplement  his  account  of  the 
final  observations  by  a  general  discussion  of  the  theory  of  the  experiment,  and  a 
description  of  the  difficulties  encountered  in  the  earlier  stages.  He  was  unable  to 
speak  with  authority  on  these  points,  as  a  good  deal  of  this  work  was  done  before  he 
joined  the  investigation,  and  I  had  not  thought  it  necessary  to  give  him  a  detailed 
account  of  it,  since  it  was  originally  intended  that  we  should  finish  the  work 
together.  A  similar  partition  of  authorship  has  already  been  sanctioned  in  a  similar 
case  in  the  work  of  B^ynolds  and  Moorby,  and  possesses  undoubted  advantages  in 
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presenting  the  results  from  two  distinct  and  independent  points  of  view.  It  was  the 
more  necessary  in  the  present  instance  owing  to  the  comparative  independence  of 
OTur  several  shares  in  the  work,  and  to  the  impossibility  of  satisfactory  collaboration 
at  such  a  distance.  I  had  hoped  at  one  time  that  it  might  be  possible  by  some 
rearrangepient  of  the  matter  to  weld  the  separately  written  portions  into  a 
continuous  whole,  but  as  the  part  written  by  Dr.  Babnes  had  already  been  accepted 
by  the  Royal  Society,  and  the  Abstract  had  been  already  published,  it  appeared 
desirable  that  it  should  be  printed  without  alteration  as  nearly  as  possible  as  it  was 
received,  subject  only  to  a  rearrangement  of  the  Tables  of  Results,  and  the  addition 
of  one  or  two  samples  of  the  original  observations. 

The  delay  in  publication  has  been  partly  due  to  the  necessity  of  this  rearrange- 
ment, and  partly  to  the  difficulty  of  obtaining  satisfactory  determinations  of  the 
resistance  of  the  manganin  standard  ohm,  on  which  the  absolute  values  of  the  results 
depended.  I  have  taken  adyantage  of  this  delay  to  verify  the  calculations  as  far  as 
possible,  and  to  subject  the  whole  work  to  as  complete  and  carefiil  a  revision  as  the 
time  at  my  disposal  would  allow.  *  The  final  results  do  not  materially  differ  from 
those  previously  published  in  the  'Report  of  the  British  Association,  Dover,'  1899, 
and  in  the  *  Physical  Review.'  There  was,  therefore,  no  need  for  haste  so  far-as  the 
numerical  results  of  the  work  were  concerned,  but  it  was  important  in  an  investiga- 
tion of  this  character  that  all  the  details  of  the  apparatus,  and  .the  theoretical,  and 
practical  difficulties  of  the  work  should  be  adequately  explained  and  illustrated. 

[Added  March  11th,  1902. — Frequent  references  are  made  in  the  following  pages 
to  the  paper  by  Dr.  Barnes,  iTi/V'a,  pp.  149-263,  describing  his  experimental  i-esults. 
These  references  are  generally  indicated  by  the  name  (Barnes)  in  brackets,  with 
the  addition  of  the  page,  table,  or  section  referred  to.  » 

It  is  hardly  necessary  that  I  should  say  anything  here  in  praise  of  the  con- 
scientious accuracy  with  which  Dr.  Barnes  has  carried  out  his  share  of  the  work. . 
In  re-arranging  the  tabular  summary  of  observations  (Barnes,  Table  XVIII.,  p.  243),  I 
have  endeavoured  to  indicate  clearly  the  order  of  accuracy  attained,  and  it  must  be 
evident  to  anyone  who  studies  the  paper,  that  it  would  be  difficult  to  make  any 
improvement  in  this  respect.] 

Part  II.    Electrical  Measurements. — (A.)  Potektial. 
(2.)  Advantages  of  the  Potentiometer  Method. 

The  simplest  method  of  observing  the  electrical  energy  expended  in  the  calori- 
meter would  be  to  measure  the  current  C,  and  to  assume  the  value  of  the  resistance 
R  to  be  that  corresponding  to  the  observed  mean  temperature  of  the  calorimeter. 
The  watts  expended  would  then  be  given  by  the  formula,  W  =  O^R.  This  method  was 
adopted  by  the  majority  of  the  earlier  experimentalists.     An  equally  simple  method, 
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but  more  seldom  practised,  would  be  to  observe  the  difference  of  potential  E  on  the 
conductor,  assuming  the  resistance  as  before.  The  advantage  of  assuming  the 
resistance  is  that  one  reading  only  is  required,  but,  as  Rowland  pointed  out,  the 
temperature  of  the  resistance,  when  the  heating  current  is  passing  through  it,  must 
be  considerably  higher  than  that  of  the  calorimeter.  This  would  introduce  a  serious 
error,  unless  it  were  possible  to  use  a  wire  of  some  material  like  manganin,  in  which 
the  variation  of  resistance  with  temperatiure  could  be  neglected. 

Griffiths  (*  Phil.  Trans./  A,  1893)  adopted  the  method  of  balancing  the  potential 
difference  on  the  conductor  against  a  number  of  Clark  cells  in  series,  and  deduced 
the  expenditure  of  energy  in  watts  from  the  formula  W  =  E=^/R,  by  assuming  the 
value  of  the  resistance.  He  tried  manganin  to  avoid  the  error  of  super-heating,  but 
found  that  it  was  not  sufficiently  constant.  In  the  end  he  found  himself  compelled 
to  use  platinum  for  the  conductor,  but  avoided  the  error  due  to  super-heating  by 
measuring  the  actual  excess-temperature  of  the  wire  as  nearly  as  possible  under  the 
conditions  of  the  experiment. 

Schuster  (*  Phil.  Trans.,'  A,  1895)  adopted  the  same  method  of  balancing  the  P.D. 
on  the  conductor,  but  did  not  assume  the  value  of  the  resistance.  Instead  of  this, 
he  measured  the  time  integral  of  the  current  with  a  silver  voltameter.  This  is  a 
theoretically  perfect  and  most  appropriate  method  of  procedure,  but  it  introduces  an 
additional  measurement,  and  limits  the  accuracy  to  that  attainable  with  the  silver 
voltameter. 

For  our  method  of  experiment  there  were  several  objections  to  the  use  of  the 
silver  voltameter,  which  put  it  practically  out  of  the  question.  As  is  well  known, 
when  tfke  current  is  first  turned  through  the  voltameter,  the  resistance  changes 
considerably  for  some  time.  This  makes  it  diflScult  to  keep  the  P.D.  on  the 
conductor  accurately  balanced  against  the  Clark  cells  unless  the  whole  resistance 
in  circuit  is  large.  A  change  of  this  kind  in  the  current  at  the  moment  of  .starting 
the  experiment  would  be  a  fatal  defect  in  the  steady-flow  method  of  calorimetry, 
as  it  would  disturb  all  the  temperature  ctonditions,  which  must  be  perfectly  steady 
and  constant  before  observations  are  commenced.  Moreover,  it  happened  to  be 
most  convenient  for  our  purpose  to  employ  currents  from  5  to  10  amperes,  which 
would  require  very  large  voltameters,  and  could  not  be  continuously  regulated 
without  constructing  special  rheostats.  In  any  case  regulation  by  hand  would 
involve  some  discontinuity  in  the  heat-flow,  which  it  was  desirable  to  avoid.  We 
found  it  best  not  to  make  any  attempt  to  control  the  current  artificially,  but  to 
employ  very  large  and  constant  storage  cells,  and  to  compensate  the  slow  rate  of 
running  down  of  the  current  by  the  running  down  of  the  head  of  water,  so 
that  the  temperature-difference  might  remain  practically  constant  throughout  the 
experiment. 

Besides  the  above  special  objections  to  the  use  of  the  silver  voltameter,  there  are 
the  general  objections  :  (1)  that  the  voltameter  method  gives  only  the  time-integral 
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of  the  current,  and  does  not  permit  the  course  of  variation  of  the  current  to  be 
accurately  followed  throughout  an  experiment ;  (2)  that  with  Clark  or  cadmiimi  cells 
of  a  suitable  pattern  it  is  possible  to  attain  an  order  of  accuracy  in  the  relative  values 
of  the  readings  about  ten  times  as  good  as  that  attainable  with  a  silver  voltameter. 
It  was  most  important  for  our  purpose  to  obtain  accurate  relative  values,  and  what- 
ever might  be  the  doubt  as  to  the  absolute  values  of  the  E.M.F.  of  the  cells,  there 
could  be  none  as  to  their  constancy,  which  was  easily  tested  over  considerable  periods 
of  time. 

It  therefore  appeared  most  satisfactory  to  measure  the  current  by  passing  it 
through  a  suitable  resistance,  and  observing  the  P.D,  on  the  terminals  with  a 
potentiometer  in  the  usual  manner.  The  introduction  of  the  potentiometer  miay 
appear  at  first  sight  to  be  an  additional  complication  and  source  of  error;  but  it 
really  made  the  observations  much  simpler,  and  I  satisfied  myself  by  carefiil  tests  of 
the  instrument  that  an  accuracy  of  1  in  100,000  was  readily  attainable  so  far  as  the 
potentiometer  readings  were  concerned.  Besides,  it  was  unnecessary,  with  the 
potentiometer,  to  keep  the  P.D.  on  the  conductor  balanced  against  an  integral 
nimiber  of  cells,  and  it  was,  therefore,  possible  to  adjust  the  electric  current  to  give 
the  same  rise  of  temperatiu-e  with  different  values  of  the  flow  of  liquid.  This  most 
essential  adjustment  could  not  be  so  conveniently  or  quickly  effected  by  varying  the 
flow  of  liquid  as  by  regulating  the  electric  current  with  a  low-resistance  rheostat.  It 
also  proved  in  practice  to  be  much  more  convenient  to  take  all  the  electrical  readings 
on  a  single  instrument,  instead  of  having  the  silver  voltameter  as  well  as  the 
potential  balance  to  attend  to. 

It  will  be  seen  that  our  method  is  independent  of  any  assumption  with  regard  to 
the  electrochemical  equivalent  of  silver,  although  the  contrary  is  apparently  assumed 
in  discussing  our  result  both  by  Ames  (*  Report  to  the  Paris  Congress  of  1900  on  the 
Mechanical  Equivalent  of  Heat '),  and  by  Griffiths  (*  Thermal  Measurement  of 
Energy/  p.  93).  The  method  of  measurement  is  ultimately  equivalent  to  that  of 
Gmffiths,  as  it  makes  the  result  depend  on  the  International  Ohm,  and  the  Clark 
cell.  The  measurement  of  the  current  by  observing  the  P.D.  on  a  known  resistance, 
when  combined  with  the  observation  of  the  P.D.  on  the  heating  conductor  itself,  is  in 
effect  equivalent  to  the  measurement  of  the  resistance  of  the  heating  conductor 
under  the  actual  conditions  of  the  experiment,  in  the  most  direct  manner  possible. 
ITie  watts  expended  are  derived  fi*om  the  formula  E^/R,  so  that  an  error  in  the 
absolute  value  assumed  for  the  standard  cell  is  twice  as  important  as  an  error  in  the 
value  of  the  ohm. 

If  Xq  is  the  balance-reading  of  the  potentiometer  when  the  standard  cells  are 
connected,  and  e  the  E.M.F.  of  the  standard  cells,  and  if  x\  a/'  are  the  readings 
corresponding  to  the  P.D.  on  the  heating  conductor  and  the  standard  resistance  S 
respectively,  the  expression  for  the  heat-supply  in  watts  is  evidently 

EC  =  e^a/a/WS. 
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The  accuracy  of  the  reading  Xq  for  the  cells,  which  enters  by  its  square,  is  twice  as 
important  as  that  of  x'  or  a/',  but  it  was  also  more  easy  to  obtain  with  certainty, 
since  the  cells  were  kept  at  a  constant  temperature,  and  the  reading  Xq  seldom 
changed  by  more  than  1  in  50,000  in  the  course  of  an  experiment.  It  will  be  seen 
that,  for  the  determination  of  the  variation  of  the  specific  heat,  the  moist  important 
point  in  the  electrical  measurements  is  the  question  of  the  accuracy  of  calibration  of 
the  potentiometer,  which  is  described  in  the  following  sections.  The  absolute  values 
of  the  units  are  less  important,  but  I  have  added  a  brief  account  of  experiments  on 
the  absolute  value  of  the  Clark  cells,  and  of  the  tests  of  the  standard  resistances,  as 
they  possess  an  interest  of  their  own,  even  apart  from  the  question  of  the  absolute 
value  of  the  "  mechanical  equivalent." 

(3.)  Description  of  the  Potentiometer. 

The  form  of  potentiometer  selected  as  being  most  convenient  for  the  purpose  was 
the  well-known  Thomson- Varley  Slide-Box,  which  is  described  and  figured  in  many 
electrical  works  {e.g.,  Munro  and  Jamieson's  "  Pocket-Book,"  p.  150).     The  annexed 


^' 

Fig.  1.    Diagram  of  Thomson-Virley  Slide-Box. 

figure  shows  the  arrangement  of  the  connections,  and  will  be  usehil  for  reference  in 
explaining  the  details  of  the  calibration. 

The  main  dial  ABCD  contains  101  coils,  each  of  1000  ohms  resistance,  connected 
in  series,  the  ends  of  the  series  being  connected  to  the  terminals  AB.  The  ends  of 
each  coil  are  connected  to  platinized  studs,  which  are  indicated  by  the  black  dots  in 
the  diagram.  A  pair  of  revolving  contact  springs,  fixed  to  an  eboi^ite  handle,  travel 
round  the  dial.  These  springs  are  severally  connected  to  the  ten^inals  C  and  D,  and 
the  distance  between  them  is  adjusted  so  that  they  bridge  over  two  of  the  1000-ohm 
coils  of  the  main  dial. 

The  second,  or  "Vernier"  dial,  C'D'G,  consists  of  a  series  of  100  coils  of  20  ohms 
each,  the  ends  of  which  are  connected  to  C  and  D',  and  are  thus,  by  way  of  C  and  D 
and  the  double  revolving  contact  of  the  main  dial,  in  parallel  with  two  of  the 
1000-ohm  coils  of  the  main  dial  Since  two  coils  of  the  main  dial  are  always  shunted 
in  this  manner  by  the  vernier  dial,  the  effective  resistance  between  C  and  D  is 
reduced  to  1000  ohms,  and  the  whole  resistance  of  the  potentiometer  between  the 
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terminals  A  and  B,  to  100,000  ohms.  The  ends  of  each  of  the  20-ohm  coils  of  the 
vernier  dial  are  comiected  to  platinized  studs  arranged  in  a  circle,  which  make 
contact  one  at  a  time  with  a  single  revolving  contact  spring,  connected  to  the 
galvanometer  terminal  G.  This  arrangement  of  main  and  vernier  dials  permits  the 
sub-division  of  each  hundredth  part  of  the  whole  resistance  into  one  hundred  parts, 
BO  that  the  reading  of  the  two  dials  gives  the  P.D.  to  be  measured  directly  to  one 
part  in  t«n  thousand  of  the  P.  D.  on  the  terminals  AB. 

The  advantages  of  this  form  of  potentiometer,  in  addition  to  its  high  resistance, 
were  (1)  the  great  facility  and  rapidity  of  reading  and  manipulation,  and  (2)  the 
symmetry  of  construction,  which  permitted  a  very  high  order  of  accuracy  of  calibration 
to  be  attained,  and  greatly  facilitated  the  application  of  corrections,  as  compared 
with  the  usual  type  of  instrument  in  which  a  bridge-wire  is  employed  for  the  finer 
sub-divisions. 

In  the  use  of  this  instrument  in  our  experiments  the  P.D.  to  be  measured  seldom 
exceeded  4  volts.  The  terminals  AB  were  permanently  connected  to  three  Leclanch^ 
cells,  which  gave  a  very  steady  current  through  so  high  a  resistance.  The  reading  of 
the  two  Clark  cells  employed  as  a  standard  varied  by  a  few  parts  in  10,000  only  from 
week  to  week,  and  generally  remained  constant  to  1  in  100,000  for  the  short  interval 
of  15  minutes  corresponding  to  any  single  experiment. 

The  galvanometer  employed  with  this  potentiometer  had  a  resistance  of 
110,000  ohms.  The  astaticism  of  the  needles  was  adjusted  as  carefully  as  possible,  so 
that  the  effect  of  disturbance  of  earth-currents  due  to  the  electric  railway  might  be 
negligible.  The  suspended  system  was  fitted  with  a  very  perfect  mirror  and  a 
damper  to  make  it  practically  dead-beat.  The  sensitiveness  was  adjusted  by  control 
magnets  to  give  a  deflection  of  approximately  10  scale-divisions  for  one  division  of 
the  vernier  dial  (1  in  10,000).  The  perfection  and  steadiness  of  the  image  was  such 
as  to  permit  reading  to  a  small  fraction  of  a  scale-division.  The  first  four  figures  of 
the  reading  were  given  by  the  setting  of  the  dial  contacts.  It  was  easy  to  estimate 
the  fifth  figure  at  any  moment  by  inspection  of  the  galvanometer  deflection.  The 
temperature  conditions  were  generally  so  steady  in  the  course  of  an  experiment,  and 
the  diminution  of  the  electric  current  and  the  water-flow  so  gradual  and  regular,  that 
it  was  possible,  as  a  rule,  to  predict  the  reading  of  the  P.D.,  either  on  the  standard 
resistance  or  on  the  heating  conductor,  to  1  in  100,000  for  at  least  five  minutes 
ahead. 

As  there  were  no  observational  difiiculties  to  contend  with  in  the  electrical 
readings,  the  relative  order  of  accuracy  of  the  results  would  be  limited  only  by  the 
constancy  of  the  Clark  cells  and  the  current  standards,  and  by  the  order  of  accuracy 
attainable  in  the  calibration  of  the  potentiometer  and  in  the  permanence  of  the 
relative  values  of  the  coils.  The  coils  of  the  main  dial,  which  were  the  most 
important,  were  all  precisely  similar,  wound  with  the  same  wire  and  careftJly 
protected   from   sudden   or   unequal   changes  of   temperature.      The   ratio  of   the 
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resistances  of  the  two  halves  of  the  dial  was  frequently  checked  with  consistent 
results,  as  a  precaution  to  give  warning  of  any  accidental  flaw.  This  precaution  was 
by  no  means  superfluous,  for  on  one  occasion  in  November,  1897,  a  fault,  amounting 
very  nearly  to  complete  ruptm'e  of  the  wire,  was  discovered  by  Mr.  King  in  this 
manner.  It  was  however  easily  located  and  rectified  without  altering  the  relative 
values  of  the  coils. 

(4.)  Method  of  Testing. 

The  method  of  testing  the  ratio  of  the  two  halves  of  the  slide-box  was  as  follows : — 
The  slide-box  was  connected  by  the  terminals  AB  in  parallel  with  a  100,000-ohm  box 
consisting  of  ten  coils  of  10,000  ohms  each.  The  battery  was  connected  as  usual  at 
A  and  B,  one  terminal  of  the  galvanometer  to  G,  and  the  other  to  the  middle  of 
the  100,000-ohm  box.  The  slide-box  contacts  were  set  at  50,000  ohms.  To  take 
one  particular  experiment  as  an  example,  the  deflection  of  the  galvanometer  observed 
on  reversing  the  battery  was  77  scale-divisions.  When  the  contact  was  set  at 
50,010  ohms,  the  deflection  was  215  scale-divisions  in  the  same  direction,  showing  a 
sensitiveness  of  138  scale-divisions  on  reversal  for  a  change  of  1  in  5000  in  the 
reading.  The  contact  was  then  set  back  to  50,000,  and  the  two  halves  of  the  box 
were  interchanged  with  respect  to  the  rest  of  the  circuit  by  interchanging  the 
connections  at  A  and  B.  The  deflection  observed  was  increased  from  77  to  181 
scale-divisions  in  the  same  direction  as  before.  The  effect  of  interchanging  the  two 
halves  is  the  same  as  if  the  slider  were  shifted  through  a  resistance  equal  to 
their  difference.  Hence  the  difference  of  the  two  halves  is  to  10  ohms  as  104  is  to 
138.  The  first  half  of  the  box  is  evidently  the  smaller,  as  the  effect  of  interchanging 
is  the  same  as  that  of  increasing  the  reading.  The  correction  to  be  applied  to  the 
reading,  to  reduce  to  mean  ohms  of  the  box,  is  half  the  difference  of  the  t^o  halves, 
and  is  negative,  since  the  first  half  is  the  smaller.     We  have,  therefore, 

Correction  at  reading  50,000  ohms  =  —  10  X  104/2  X  138  =  —  3*8  ohms. 

The  galvanometer  deflections  in  each  case  were  observed  several  times  and  the  mean 
taken.  The  details  were  also  varied  by  using  different  resistances  for  the  ratio  arms 
in  the  comparison  and  different  galvanometers.  Observations  were  taken  by  different 
observers  at  various  temperatures  on  several  occasions,  at  intervals  during  five  years. 
The  greatest  divergence  of  the  results  from  the  mean  value  is  less  than  1  part  in 
100,000  ('4  ohm  in  50,000  ohms),  which  is  strong  evidence  that  the  relative  values 
of  the  corrections  at  any  part  of  the  box  could  be  relied  on  at  any  time  to  a  similar 
order  of  accuracy. 

The  following  is  a  summary  of  the  results  of  all  the  tests  of  which  frill  details 
have  been  preserved,  but  several  other  tests  were  made  from  time  to  time  as  a 
precaution : — 

VOL.  cxcix. — A,  K 
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Table  I. — Verification  of  Correction  at  Middle  Point  of  Slide- Box. 


Date. 

Observers. 

Correction 
(ohms  in  50,000). 

February,  1894      .     , 
December  20th,  1894 
January  29th,  1895 
November  24th,  1896 
February  2nd,  1897 
March  4th,  1897    . 
April  22nd,  1898   . 
January  27th,  1899 

Callendar. 

Callendar. 

King. 

Thomson  and  Stovel. 

Blair  and  Macdonald. 

Pitcher  and  Edwards. 

Stovel. 

Barnes. 

-3-8 

-3-96 

-3-77 

-4-2 

-3-72 

-3-50 

-3-43 

-3-95 

Some  of  the  above  observations  were  taken  by  fourth-year  students  in  the  course 
of  their  work,  but  in  the  majority  of  cases  I  personally  verified  the  readings  and 
results  at  the  time  of  entry. 

(5.)  Method  of  Calibration. 

In  the  calibration  of  the  slide-box,  the  point  of  most  importance  was  to  determine 
the  correction  for  each  reading  of  the  main  dial,  i.e.,  at  100  equidistant  points  of  the 
whole  range.  The  vernier  dial  was  so  small  in  comparison  that  the  errors  of  its 
individual  coils  were  negligible  in  their  efiect  on  the  whole  reading,  although  it  was 
necessary  at  each  point  to  take  account  of  the  difference  of  resistance  of  the  whole 
vernier  dial  and  the  pair  of  coils  shunted  by  it  in  any  position  of  the  slider. 

After  several  trials  of  various  methods  extending  over  nearly  a  month,  I  came  to 
the  conclusion  tft&t  the  most  convenient  and  accurate  method  of  performing  the 
calibration  was  to  determine  the  relative  values  of  the  coils  of  the  main  dial  in  pairs 
by  comparison  with  the  2000  ohms  of  the  vernier  dial.  The  flexible  copper  cable 
connecting  the  terminals  D  and  D'  was  disconnected,  and  the  terminals  were 
connected  to  a  galvanometer  and  to  a  pair  of  exactly  similar  resistances  of  2000  ohms 
each  forming  the  ratio  arms  P  and  Q  of  a  Wheatstone  bridge,  the  other  two  arms  of 
which  were  the  vernier  dial  S  and  any  pair  of  consecutive  coils  R„  and  R^+i  of  the 
main  dial.  A  battery  of  two  storage  cells,  selected  for  constancy,  was  connected  to 
the  point  between  the  ratio  arms  and  to  the  terminals  CC  The  deflection  d^  of  the 
galvanometer  corresponding  to  any  setting  of  the  slider  was  proportional  to  the 
difference  of  the  sum  of  the  corresponding  pair  of  coils  R„  and  R„  +  j  of  the  main  dial 
from  a  unit  SP/Q,  which  was  approximately  2000  ohms,  and  remained  constant 
throughout  the  comparisons.  The  value  of  this  deflection  was  reduced  to  ohms  by 
observing  the  change  of  galvanometer  deflection  s  produced  by  a  change  of  1  ohm  in 
one  of  the  arms.     This  observation  was  repeated  at  intervals  during  the  calibration. 
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The  advantage  of  this  particular  arrangement  was  partly  that  of  expedition  and 
convenience,  partly  that  of  avoiding  systematic  errors  due  to  changes  of  condition  or 
temperature  while  the  calibration  was  proceeding.  The  construction  of  the  vernier 
dial,  100  coils  of  20  ohms  each,  made  it  a  good  standard  of  comparison,  as  there  was 
no  risk  of  appreciable  heating  from  the  current  employed,  although  it  was  necessarily 
kept  on  for  more  than  an  hour.  Moreover,  as  it  was  constructed  of  similar  wire  and 
enclosed  in  a  similar  box  to  the  main  dial,  it  was  probable  that  any  change  of  the 
surrounding  conditions  of  temperature  would  affect  the  two  similarly.  The  heating 
effect  of  the  current  on  P  and  Q  would  be  sufl&ciently  eliminated  by  their  similarity 
of  construction. 

Readings  taken  in  this  manner,  with  the  slider  set  in  each  position  of  the  main 
dial,  gave  100  equations  of  the  following  form  : — 

R.  +  Il.+i  =  SP/Q  +  d„A (1). 

To  determine  the  correction  at  each  point  of  the  main  dial,  and  the  relative  values 
of  the  101  resistances  and  the  vernier  dial,  it  was  also  necessary  to  determine  the 
ratio  of  any  two  of  the  coils  to  each  other,  and  the  ratio  of  the  two  together  to  the 
vernier  dial.  This  was  effected  by  the  method  of  interchanging,  as  already  described 
for  determining  the  ratio  of  the  two  halves  of  the  slide-box. 

The  ratio  of  coils  Rj  and  R^  to  the  vernier  dial  S  was  found  to  be 

(Ri  +R2)/S  =  1-000039, 

The  ratio  of  coils  R^  and  Rg  to  each  other  was  found  to  be 

Ri/R2=  1-000400. 

In  the  latter  case  the  galvanometer  contact  was  made  by  means  of  a  copper  wire 
to  the  stud  between  1  and  2,  the  glass  cover  being  removed  for  the  purpose  of 
this  test. 

The  observation  of  the  values  of  the  deflections  d  for  the  100  equations  of  the 
type  (1),  was  repeated  on  two  separate  occasions.  On  the  first  occasion  the 
110,000-ohm  galvanometer  was  employed,  but  it  was  found  that  w^hen  the  galvano- 
meter was  adjusted  to  a  suitable  degree  of  sensitiveness  for  the  experiment,  its  time 
period  was  too  slow,  and  its  zero  not  sufficiently  constant  to  give  the  best  results.  _ 

It  took  upwards  of  an  hour  to  obtain  the  first  fifty  observations.     This  series  was  \^ 

not  therefore  continued  throughout  the  box,  but  the  observations  were  reduced  to 
mean  ohms  of  the  box  by  reference  to  the  value  of  the  correction  at  the  middle 
point  of  the  box  obtained  firom  a  separate  observation.  On  ihese^eiMiUjCCasioa^ihe^ 
110,000-ohm  galvanometer  was  replaced  by  one  of  2000  ohms  resistance,  which 
was  better  suited  for  this  particular  experiment,  though  not  so  well  adapted  for 
observations  in  which   the  whole   box   was   employed.      The   sensitiveness  of  this 
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galvanometer  was  adjusted  to  give  a  deflection  of  167  scale-divisions  on  reversal  for 
a  change  of  1  ohm  in  2000  with  a  time  period  of  5  seconds,  and  remained  constant 
to  less  than  one  scale-division  throughout  the  test  of  the  whole  box,  which  occupied 
only  an  hour  and  a  halt. 

The  observations  and  results  of  the  two  calibrations  for  the  first  half  of  the  sUde- 
box  are  compared  in  the  following  table.  The  first  column  contains  the  reading  of 
the  slider  on  the  main  dial.  The  second  column  the  observed  deflection  of  the 
galvanometer  d  in  equation  (1)  reduced  to  ohms  by  dividing  by  s.  Since  5  =  167  in 
the  second  series,  one  unit  in  the  second  decimal  place  of  rf/s  corresponds  to  nearly 
2  scale-divisions  deflection  observed.  The  observations  were  taken  to  half  a  scale- 
division,  but  owing  to  slight  variations  of  sensitiveness  and  zero  it  was  not  considered 
worth  while  to  work  the  values  of  d/s  beyond  the  nearest  hundredth  of  an  ohm. 
The  next  colimin  gives  the  error  d&  in  ohms  of  each  separate  resistance  of  the  main 
dial  in  terms  of  the  mean  of  the  whole,  deduced  fi'om  equations  (1)  by  the  aid 
of  (2)  and  (3).  The  fourth  column  gives  the  correction  dn  in  ohms  to  the  reading  at 
each  point.  This  correction  is  equal  to  the  sum  of  the  errors  of  all  the  coils  up 
to  the  point  considered,  subject  only  to  a  small  correction,  called  the  "vernier- 
con-ection,"  to  allow  for  the  fact  that  the  next  two  coils  are  shunted  by  the  vernier 
dial.     The  value  of  the  vernier-correction  is  given  by  the  following  expression — 

Vernier-correction  to  reading  n  =  —  n  ('38  —  3dK«+i  —  3rfE.„+2)/400. 

This  correction  is  often  negligible  when  n  is  small,  but  sometimes  reaches  '5  or  '6 
of  an  ohm  near  the  higher  readings.  The  next  three  columns  in  the  table  give  the 
corresponding  values  of  the  same  quantities  d/Sy  cCR,  and  dn,  deduced  fi'om  the 
readings  taken  during  the  second  calibration.  Comparing  the  two  sets  it  will  be 
observed  that  the  discrepancy  very  rarely  exceeds  half  an  ohm,  which  is  only  one 
part  in  200,000  of  the  whole  resistance. 
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Table  II. — Calibration  of  100,000-ohm  Slide-Box.     Corrections  in  ohms. 


j              Observations,  Series  I. 

Observations,  Series  II. 

Beading, 

November  24,  1894,  at  15'-5  C. 

December  20,  1894,  at  20"'2  C. 

Difference 

of  main 
dialm. 





of  Series 
I-II. 

j 

d/s. 

dR. 

Corre 

wtion. 
3 

d/s. 

dR. 

Correction. 

0 

+  1-04 

( 

+  r26 

1 

0 

0 

1 

+  0-52 

+  0 

•43 

+  0 

•43 

+  ©•55 

+  0- 

•46 

+  0 

•46 

-©•02 

2 

+  0-26 

+  0 

•05 

+  0 

•45 

+  0^20 

+  0 

•05 

+  0 

•49 

-004 

3 

+  0-64 

-0 

•10 

+  0 

•36 

+  0^77 

-0 

•26 

+  0 

•24 

+  ©•12 

4 

+  0-92 

-0 

•34 

+  0 

•03 

+  1-11 

-0 

•30 

-0 

•07 

+  ©•10 

6 

+  0-40 

+  0 

•39 

+  0 

•40 

+  054 

+  0 

•31 

+  0 

•24 

+  016 

6 

+  100 

-0 

•06 

+  0 

•36 

+  1^21 

+  0 

•04 

+  0 

•30 

+  006 

7 

+  1-42 

-0 

•13 

+  0 

•26 

+  153 

-0 

•25 

+  0 

•07 

+  0-19 

8 

+  0-68 

+  0 

•54 

+  0 

•76 

+  0^74 

+  0 

•71 

+  0 

•74 

+  ©•02 

9 

+  0-40 

+  0 

•29 

+  1 

•03 

+  0^51 

+  0 

•06 

+  0 

•78 

+  025 

10 

+  0-52 

-0 

•20 

+  0 

•83 

+  ©•62 

-0 

•08 

+  0 

•71 

+  0-12 

11 

+  0-50 

+  0 

•01 

+  0 

•84 

+  0^58 

-0 

•17 

+  0 

•53 

+  031 

12 

+  1-56 

-0 

•08 

+0 

•86 

+  r7o 

+  0 

•03 

+  0 

•66 

+0-20 

13 

+  1-50 

-0 

•01 

+  0 

•85 

+  r72 

-0 

•21 

+  0 

•46 

+  0-39 

14 

+  0-46 

+  0 

•98 

+  1 

•72 

+  061 

+  1 

•16 

+  1 

•50 

+  ©•22 

15 

+  0-44 

-0 

•07 

+1 

•65 

+  052 

-0 

•19 

+  1 

•30 

+  035 

16 

+  0-26 

-0 

•06 

+  1 

•57 

+  0-37 

-0 

•06 

+  1 

•22 

+  0-33 

17 

+  0-32 

-0 

•09 

+  1 

•48 

+  0^40 

-0 

•18 

+  1 

•04 

+  0-44 

18 

+  0-22 

-0 

•24 

+  1 

•22 

+  0-31 

-0 

•21 

+  0 

•82 

+  040 

19 

+  0-04 

-0 

•03 

+  1 

•16 

+  0^15 

-0 

•15 

+  0 

•64 

+  ©•52 

20 

+  0-62 

-0 

•34 

+  0 

•91 

+  0^84 

-0 

•30 

+  0 

■44 

+  047 

21 

+  0-90 

-0 

•21 

+  0 

•74 

+  111 

-0 

•30 

+  0 

■18 

+  0^56 

22 

+  0-68 

+  0 

•24 

+  0 

•94 

+  ©•94 

+  0 

■39 

+  0 

■54 

+  0-40 

23 

+  0-32 

+  0 

•07 

+  0 

•95 

+  ©•52 

-0 

■04 

+  0 

■43 

+  0^52 

24 

+  014 

+  0 

•02 

+  0 

•94 

+  026 

+  0 

■22 

+  0 

■60 

+  0^34 

25 

+  016 

,  -0 

•29 

+0 

■65 

+  030 

-0 

■46 

+  0 

■14 

+  056 

26 

+  0-26 

-0 

•16 

+  0 

•50 

+  0^45 

-0 

■04 

+  0 

■13 

+  037 

27 

+  0-30 

-0 

•27 

+  0 

■24 

+  0-58 

-0 

■42 

-0 

■27 

+  ©•51 

28 

-104 

i     -0 

•06 

-0 

•11 

-0-84 

+  0 

■12 

-0 

■45 

+  0-34 

1       29 

-0-96 

'     -0 

•23 

-0 

■34 

-0-74 

-0 

■29 

-0 

■73 

+  039 

1       30 

+  0-42 

-1 

•40 

—  1 

•44 

+  0^71 

-1 

■31 

-1 

72 

+  ©•28 

31 

+  0-30 

-0 

•15 

- 1 

•62 

+  0-52 

-0 

■19 

-1 

96 

+  034 

32 

+  0-28 

-0 

•02 

—  1 

■65 

+  0^35 

+0 

14 

-1 

86 

+  ©•21 

1       33 

+  016 

-0 

•27 

-  1 

■95 

+  029 

-0 

38 

-2 

26 

+  031 

34 

+  0-46 

-0 

•04 

- 1 

92 

+  0-67 

-0 

03 

-2 

20 

+  ©•28 

35 

+  0-36 

-0 

39 

-2 

34 

+  0^62 

-0 

43 

-2 

64 

+  030 

36 

+  0-20 

+  0 

26 

-2 

12 

+  0^41 

+  0 

35 

-2 

35 

+  023 

37 

+  012 

-0 

49 

-2 

63 

+  032 

-0 

49 

-2 

87 

+  ©•24 

38 

+  0-06 

+  0 

10 

-2 

56 

+  0^27 

+0 

14 

-2- 

75 

+  ©•19 

39 

+  0-80 

-0 

57 

-2 

92 

+  099 

-0 

58 

-3- 

12 

+  0-20 

1       40 

+  0-92 

+  0 

04 

-2 

84 

+  ro7 

+  0- 

09 

-3- 

00 

+  016 

41 

+  0-82 

+  0 

17 

-2 

70 

+  0^98 

+  0- 

14 

-2- 

89 

+  019 

I       42 

+  1-20 

+  0 

16 

-2- 

42 

+  r38 

+  0- 

18 

-2- 

58 

+  ©•16 

43 

+  0-54 

+  0- 

07 

-2- 

56 

+  069 

+  0- 

05 

-2- 

75 

+  0-19 

44 

+  008 

+  0- 

54 

-2- 

17 

+  0^24 

+  0- 

57 

-2- 

33 

+  0-16 

45 

+  0-16 

-0- 

59 

-2- 

74 

+  029 

-0- 

64 

-2- 

96 

+  ©•22 

46 

+  0-22 

+  0- 

08 

-2- 

64 

+  0^41 

+  0- 

12 

-2- 

80 

+  ©•16 

47 

+  0-64 

-0- 

51 

-3- 

01 

+  0^84 

-Q- 

59 

-3- 

25 

+  ©•24 

48 

+  000 

+  0- 

14      , 

-3- 

10 

.-0-13 

-Ttr 

■2r~- 

-s- 

26 

:0i«  — 

49 

-0-20 

-0- 

09       i 

-3- 

37 

-007 

-0- 

15 

-3- 

49 

+  0-12 

50 

-0-24 

-0-60 

-379 

-006 

-047 

-396 

+  0-17 
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The  following  table  gives  the  corrections  found  for  the  second  half  of  the  sliae-box 
on  the  second  occasion,  December  20th,  1894. 

Table  III. — Calibration  Corrections  of  Second  half  of  Slide-Box. 


Beading 

Correc- 

Beading 

Correc- 

Beading 

Correc- 

Beading 

Correc- 

Reading 

Correc- 

of main 

tion  in  1 

of  main 

tion  in 

of  main 

tion  in 

of  main 

tion  in 

of  main 

tion  in 

dial. 

ohms. 

dial. 

ohms. 

dial. 

ohms. 

dial. 

ohms. 

,     dial. 

1 

ohms. 

50 

-3-96  , 

60 

-4-58 

70 

-313 

80 

-1-33 

1 

90 

-0-92 

51 

-4-42  1 

61 

-4-68 

71 

-3-32 

81 

-1-21 

91 

-0-96 

52 

-4-57 

62 

-4-07 

72 

-319 

82 

-Ml 

92 

-0-45 

53 

-5-09 

63 

-404 

73 

-303  . 

83 

-1-24 

93 

-0-70 

54 

-4-88 

64 

-3-69 

74 

-303  1 

84 

-1-38 

;      94 

-0-63 

55 

-515 

65 

-3-60 

75 

-2-47  1 

85 

-1-70 

1      95 

-0-82 

56 

-5-26 

66 

-3-62 

76 

-216 

86 

-1-83 

96 

-0-94 

57 

-5-31 

67 

-3-68 

77 

-1-92 

87 

-1-64 

97 

-0-22 

58 

-519 

68 

-3-45 

78 

-1-61 

88 

-1-71 

98 

-0-23 

59 

-5-23 

69 

-3-51 

,      79 

1 

-1-64  ; 

89 

-1-24 

99 

-0-06 

In  comparing  the  differences  between  the  two  calibrations  given  in  the  last  column 
of  Table  II.,  it  will  be  noticed  that  there  is  a  cumulative  divergence  amounting  to 
about  half  an  ohm  at  the  middle  of  the  range.  This  is  the  kind  of  error  to  be 
expected  in  this  method  of  calibration.  It  might  be  explained  by  the  considerable 
difference  in  temperature  of  the  box  on  the  two  occasions,  but  it  is  within  the  limits 
of  error  of  the  first  series.  The  galvanometer  was  not  sufficiently  steady  on  that 
occasion,  and  the  temperature  rose  nearly  half  a  degree  in  the  course  of  the 
observations.  The  observations  serve,  however,  as  a  satisfactory  verification  of  those 
of  Series  II. 

It  will  be  observed  that  the  correction  does  not  amount  to  so  much  as  1  part 
in  10,000  of  the  reading  at  any  point  of  the  slide-box,  except  quite  near  the 
beginning,  a  part  which  was  never  used  in  accurate  comparisons.  Also  that  the 
change  of  the  correction  in  passing  from  one  point  to  the  next,  never  exceeds 
1  part  in  100,000  of  the  reading  in  the  second  half  of  the  box,  although  the 
errors  of  two  or  three  of  the  individual  1000-ohm  coils  exceeded  1  ohm.  This  is 
due  to  the  levelling  effect  of  the  vernier. 

It  must  be  remembered  that  the  corrections  were  never  required  beyond  the 
nearest  ohm,  so  that  a  difference  of  less  than  '5  could  be  neglected. 

It  might  be  supposed  that  greater  accuracy  of  calibration  would  have  been 
attained  by  dividing  up  the  box  into  subsidiary  intervals  of  10,000  ohms,  and 
comparing  each  of  these  intervals  with  an  auxiliary  resistance,  on  the  analogy  of  the 
method  usually  employed  in  the  calibration  of  a  mercury  thermometer.  I  did  not 
find,  however,  that  any  advantage  was  obtained  by  this  procedure,  and  it  is  evident, 
on   reflection,  that  the  two  cases  are  not  precisely  analogous.     The  advantage  of 
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employing  longer  columns  in  the  case  of  a  mercury  thermometer  is  that  the  errors 
of  estimation  become  of  relatively  less  importance.  It  is  practically  possible  to 
measure  both  the  long  and  short  columns  to  the  same  fraction  of  a  degree,  and  an 
error  of  "001^  in  a  column  of  20°  is  of  much  less  relative  importance  than  in  a 
column  of  2^  In  the  case  of  the  resistance  box,  on  the  other  hand,  the  relative 
accuracy  of  measurement  is  undoubtedly  greater  in  the  case  of  the  smaller 
resistances.  A  10,000-ohm  coil  cannot  be  measured  with  the  same  order  of  accuracy 
as  one  of  1000  ohms.  This  is  partly  due  to  difficulties  of  insulation  in  the  winding 
of  the  coils  themselves,  and  partly  to  the  fact  that  wire  finer  than  2  or  3  millims. 
cannot  be  drawn  and  covered  satisfactorily.  As  a  consequence,  high-resistance 
galvanometers  are  necessarily  less  efl&cient  than  low-resistance  instruments  of  similar 
construction.  The  best  high-resistance  coils  are  constructed  of  a  number  of  lower 
resistance  coils  in  series,  as  in  the  Thomson- Varley  slide-box,  which  permits  a  higher 
order  of  insulation  than  winding  in  a  single  coil. 

(B.)  Resistance. 

(6.)  The  Lorenz  Apparatus. 

Although  this  apparatus  was  not  actually  applied  to  the  direct  determination  of  the 
resistances  employed  in  this  investigation,  owing  to  delay  in  delivery,  it  was  originally 
ordered  with  this  object,  and  the  preliminary  experiments  which  were  made  by  Professors 
Ayrton  and  Jones  in  testing  the  apparatus  before  it  was  sent  out,  are  of  so  great  value 
as  bearing  on  the  absolute  value  of  the  ohm  that  they  cannot  be  passed  over  without 
mention.  The  nuU  method  of  Lorenz,  in  which  a  resistance  is  directly  determined  in 
terms  of  the  speed  of  rotation  of  a  disc  spinning  in  the  field  of  a  co-axial  coil  of  known 
dimensions,  is  generally  admitted  to  be  the  most  accurate  for  the  absolute  measure- 
ment of  resistance.  The  McGill  College  apparatus  was  constructed  by  Messrs. 
Nalder  Bros,  to  my  order,  under  the  direct  supervision  of  Professor  Viriamu 
Jones,  and  embodied  aU  the  improvements  introduced  into  the  method  by  himself 
and  by  Lord  Rayleigh.  The  most  important  new  feature  of  the  design  was  the 
winding  of  the  coil  on  a  heavy  cylinder  of  marble,  instead  of  metal  as  employed  in 
Professor  Jones'  original  apparatus.  This  material  possesses  the  advantage  of  high 
insulating  properties,  great  rigidity,  and  small  thermal  expansion.  The  emplo3anent 
of  a  marble  cylinder  made  it  possible  to  wind  the  coil  with  uncovered  wire  with  the 
object  of  obtaining  the  most  exact  measurement  of  the  dimensions,  but  on  account 
of  some  difficulties  of  insulation,  the  original  winding  of  bare  wire  was  eventually 
replaced  by  one  of  silk-covered  wire  coated  with  paraffin  and  shellac  varnish. 

The  results  of  the  tests  made  by  Professors  Ayrton  and  Jones  with  this  coil,  at 
the  laboratory  of  the  Central  Institution,  during  1896  and  1897,  have  been  published 

in  the  Reports  of  the  British  Association  for  lS9CiMa3bsiH^89ft;-awHn4lie  ^  EliiclriClnii.' ^ 

They  give  a  value  for  the  Board  of  Trade  standard  ohm  nearly  3  parts  in  10,000 
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greater  than  10^  C.G.S.  units.  This  divergence  might  be  explained  as  due  to 
imperfect  insulation  if  the  precautions  taken  had  not  been  so  great,  but  it  more 
probably  represents  the  order  of  accuracy  at  present  attainable  in  the  absolute 
measurement  of  resistance  by  this  or  any  other  method.  It  is  hardly  possible 
that  it  could  be  entirely  accounted  for  by  errors  of  measurement  of  the  diameter  of 
the  coil  and  the  disc,  although  a  discrepancy  of  1  in  10,000  was  actually  found 
between  the  calculated  and  measured  diameters  of  the  coil  (*  B.A.  Rep.,'  1897, 
p.  217),  which  points  to  some  uncertainty  in  this  direction. 

At  the  time  when  I  first  examined  the  coil  of  the  Lorenz  apparatus,  some  time 
afber  its  arrival  in  Montreal,  while  it  was  being  set  up,  it  seemed  to  me  that  the  wire 
had  worked  a  little  loose  on  the  marble,  owing  to  some  effect  of  the  drying  of  the 
insulating  tape  and  varnish,  or  to  straining  of  the  soft  insulated  wire  due  to 
contraction  on  exposure  to  cold.  This  would  necessarily  occur  owing  to  the  great 
difference  in  the  coefl&cients  of  expansion  of  the  wire  and  the  marble,  and  the  very 
small  limits  of  elasticity  of  the  soft  annealed  wire.  Professor  V.  Jones  himself, 
with  whom  I  discussed  the  question  in  September,  1897,  shortly  after  the  arrival  of 
the  apparatus  in  Montreal,  considered  that  the  diameter  could  not  be  satisfactorily 
measured  with  a  silk-covered  wire,  and  strongly  recommended  the  re-winding  of  the 
coil  with  bare  wire.  Accordingly,  I  procured  for  this  purpose  a  sample  of  highly 
elastic  silicium-bronze  wire  of  high  conductivity.  I  satisfied  myself  that  the  limits 
of  elasticity  of  this  wire  would  be  ample,  if  it  were  wound  on  under  suitable  tension 
at  a  suitable  temperature,  to  keep  it  perfectly  tight  on  the  marble  cylinder  for  any 
range  of  temperature  to  which  it  was  likely  to  be  exposed.  The  tightness  of  the 
wire  in  practice  is  most  important,  from  the  point  of  view  of  insulation  as  well  as 
from  that  of  accurate  measurement  of  the  diameter.  If  the  diameter  of  the  wire  is 
nearly  equal  (as  it  must  necessarily  be)  to  the  pitch  of  the  screw  thread,  a  very 
slight  defect  in  tightness  or  straightness  will  produce  a  short  circuit.  It  is  quite  a 
difficult  matter  to  wind  a  perfect  coil  of  200  turns  of  this  size,  unless  the  wire  is 
highly  elastic  and  quite  fi^ee  fi'om  kinks. 

Owing  to  the  great  importance  of  securing  perfect  insulation,  I  proposed  to  adopt 
the  method  which  I  had  already  put  in  practice  in  the  case  of  the  electro- 
dynamometer,  namely,  to  wind  the  coil  in  a  double  screw  thread  with  two  separate 
wires,  in  order  to  have  a  check  on  the  perfection  of  the  insulation,  which  could 
be  applied  at  any  time  after  the  coil  had  been  wound,  or  at  any  moment  during 
the  actual  experiments. 

In  consequence  of  the  delay  caused  by  the  failure  of  insulation  of  the  first  coil, 
t;he  apparatus  did  not  arrive  in  Montreal  until  the  beginning  of  September,  1897. 
Some  time  was  occupied  in  the  course  of  the  winter  in  building  a  suitable  pier,  and 
setting  up  the  apparatus.  But  when  I  was  about  to  commence  observations,  I 
received  news  of  my  appoiflftflLten1>*^to  the  Chair  of  Physics  at  University  College, 
London,  which  made  it  necessary  for  me  to  abandon  the  work. 
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(7.)   Valines  of  the  Resistance  Standards. 

The  currents  employed  in  this  investigation  were  measured  on  the  Thomson- Varley 
potentiometer  by  comparing  the  difference  of  potential  on  the  terminals  of  a  specially 
constructed  resistance,  called  the  Current-Standard,  with  that  of  a  pair  of  hermetically 
sealed  Clark  cells.  This  current-standard  consisted  of  a  single  1-ohm  coil,  or  of  two 
1-ohm  coils  in  parallel,  immersed  in  a  well-stirred  oil-bath.  The  resistance  coils 
employed  for  this  purpose  in  the  earlier  experiments  were  made  of  thick  manganin 
wire  of  the  best  quality  procured  from  Germany.  The  diameter  of  the  wire  was 
1  millim.,  and  the  maximum  current  carried  by  each  single  wire  was  2  amperes. 
The  wire  was  not  materially  heated  above  the  temperature  of  the  oil,  but,  as  no  cooler 
was  used  in  the  earlier  experiments,  the  temperature  of  the  oil  generally  rose  some 
8  or  10°  in  the  course  of  an  hour.  This  was  considered  to  be  of  no  consequence 
with  the  manganin  coils,  as  they  had  a  temperature  coefficient  of  only  +  "000020  for 
rapid  changes.  On  re-testing  these  coils  afber  some  months'  work,  it  was  found  that 
their  resistance  had  increased  by  two  or  three  parts  in  10,000,  and  that  they 
continued  to  show  small  variations  of  this  order.  It  was  possible  that  these  changes 
might  have  been  due  to  the  solder  junctions,  which  would  have  explained  certain 
anomalies  observed  in  the  earlier  experimental  results.  It  is  equally  likely,  however, 
that  they  were  caused  by  hysteresis  in  the  wire  as  explained  below. 

Although  the  variations  of  the  manganin  coils  did  not  exceed  a  few  parts  in  10,000, 
it  was  felt  that  they  were  quite  inadmissible,  as  the  potential  readings  were  taken  to 
1  in  100,000.  For  this  reason  it  was  decided  to  make  a  pair  of  platinum-silver  ohms 
wound  on  mica  and  annealed  at  a  duU  red  heat  after  winding.  These  will  be  called 
the  "  Mica  Current-Standards.''  They  are  fully  described  and  illustrated  by 
Dr.  Barnes,  p.  173.  The  method  of  construction  was  modelled  on  that  of  a  platinum 
resistance  thermometer,  and  had  already  been  adopted  for  some  years  by  the 
Instnunent  Company,  Cambridge,  for  the  manufacture  of  standard  resistance  coils. 
Standards  constructed  on  this  model  possess  great  constancy,  and  their  temperature 
can  be  determined  with  accuracy  by  immersion  of  the  naked  wire  in  an  oil-bath.  As 
compared  with  manganin  coils,  they  have  the  disadvantage  of  a  larger  temperature 
coefficient,  but  the  construction  permits  the  determination  of  this  coefficient  with  the 
greatest  certainty,  so  that  it  is  really  no  objection  to  their  use  for  scientific  purposes, 
for  which  constancy  is  the  primary  desideratum.  The  adoption  of  platinum-silver 
necessitated  the  addition  to  the  oil-bath  of  a  cooling  coil  of  composition  tubing,  with 
a  water  circulation  tcr  keep  the  temperature  steady. 

For  the  determination  of  the  variation  of  the  specific  heat  of  water,  the  absolute 
value  of  the  current-standard  was  of  no  moment,  but  its  constancy  was  of  prinoiary 
importance.  It  was  also  essential  to  be  able  to  determine  the  temperature  coefficient 
accurately,  in  order  to  reduce  the  observations  at  different  temperatures  in  winter  and 
summer  to  the  same  standard.     This  was  determmed  under  the  actual  conditions  of 
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observation  with  stirrer  and  cooler  (Barnes,  p.  174),  by  comparison  with  a 
manganin  standard  ohm,  No.  40*86,  which  was  kept  at  a  steady  temperature.  The 
value  of  the  temperature  coeflScient  of  the  mica  current-standards  is,  therefore, 
independent  of  any  assumption  with  regard  to  the  temperature  coeflBcients  of  the 
other  standards  employed.  The  low  value  '000248  of  the  coefficient  found  is  explained 
by  the  perfect  annealing  of  the  wire. 

The  absolute  values  of  the  mica  current-standards  were  referred  to  the  manganin 
standard  No.  4086.  The  comparisons  of  this  coil  with  the  mica  standards,  which 
extended  over  two  years,  are  given  in  Table  IX.  (Barnes),  and  do  not  show  any 
relative  changes  of  importance.  The  observations  were  taken  on  twelve  different 
dates  at  temperatures  varying  from  15°  to  21°  C,  the  mean  temperature  of  all  the 
comparisons  being  18°'36  C. 

The  temperature  coefficient  of  the  manganin  standard  No.  4086  was  assumed  to  be 
•000018  in  the  reduction  of  these  observations.  This  value  was  determined  by 
observing  the  change  of  resistance  due  to  changes  of  temperature  of  the  oil-bath  in 
which  the  coil  was  immersed,  the  changes  of  temperature  being  effected  at  the  rate  of 
10°  C.  in  two  or  three  hours.  The  results  in  Table  IX.  (Barnes)  are  reduced  to  a 
temperature  of  20°  C.  If,  however,  we  reduce  the  results  to  18°'4  C,  the  mean 
temperature  of  the  comparisons,  we  shaU  be  independent  of  any  assumption  with 
regard  to  the  temperature  coefficients.     We  thus  obtain  the  values  : — 

Mica  current-standard.  No.  I.  at  18°-27  =  No.  4086  +  '00091  at  18°-4  C. 

„  II.  „  18°-46  =    „        „     -  -00035  „        „ 
No.  I.  and  No.  II.  in  parallel  at  18°-36  C.  =  Half  No.  4086  +  '00014     .     .     (1). 

The  manganin  standard  No.  4086  had  a  Cambridge  certificate  No.  378  dated  1893, 
which  stated  its  value  to  be  '99978  of  a  true  ohm  at  15*9°  C.  The  preliminary  results 
for  the  value  of  the  calorie  in  terms  of  the  electrical  units,  communicated  to  the 
British  Association  in  September,  1899,  were  expressed  in  terms  of  this  certificated 
value  as  correct.  A  comparison  was  subsequently  made  at  McGiU  College  of  No.  4086 
with  a  set  of  10  platinum-silver  standard  ohms  of  the  old  pattern,  the  coils  of  which 
were  embedded  in  paraffin  wax.  These  10  coils  aU  possessed  Cambridge  certificates, 
.  and  their  relative  values  when  tested  agreed  fairly  with  those  obtained  several  years 
previously,  showing  no  certain  indication  of  change.  The  mean  of  the  certificates  of 
these  10  coils  gives  the  value  : — 

Mean  of  10  Pt-Ag  standard  ohms  =  '99962  at  16°'5  C.      .     .     .     (2). 

The  details  of  the  comparison  of  No.   4086  by   Dr.   Babnes*  with  9  ot  these 

*  The  standard  JSo.  3566  osiitt-ed  by  Barnes  happens  to  be  so  near  the  mean  of  the  10  as  to  make  no 

material  difference  in  the  result. 
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standards  are  given  in  Table  VII.  (Barnes).     The  mean  of  the  results  may  be  stated 
as  follows  : — 

No.  4086at  21°74C.  =  Meanof  10  Pt-Agohms- •00054at2r-59C.    •    (3). 

The  coils  were  also  compared  about  the  same  time  by  Mr.  Fraseb  at  a  lower 
temperature.  The  value  of  No.  4086  in  terms  of  the  mean  deduced  from  this  second 
comparison  is : — 

No.  4086  at  14°-8  C.  =  Mean  of  10  Pt-Ag  ohms  +  -00153  at  13°-6  C.    .    (4). 

The  details  of  this  comparison  are  given  in  Table  VIII.  (Barnes). 

If  the  mean  values  of  the  10  Pt-Ag  ohms  at  21°'6  and  13°'6  C,  respectively,  are 
deduced  from  the  certificated  value  of  the  mean  at  16^*5  C,  adopting  '000254,  the 
value  taken  by  Barnes  as  the  temperature  coeflScient,  we  obtain  the  following  values 
for  No.  4086  :— 

No.  4086  at  21^74  C.  =  1-00037  ohms  (from  standards  at  21°-6  C.)     .     (5). 
„       „      „   14^-8  0.     =1-00041     „  „  „       13°-6C.)     .     (6). 

These  results  are  evidently  inconsistent  with  the  value  +  "000018  for  the  tempera- 
ture coefl&cient  of  No.  4086.  The  individual  observations,  however,  are  too  consistent 
to  admit  of  the  supposition  of  an  error  of  the  order  of  two  parts  in  10,000  in  the 
mean  of  the  comparisons.  It  seems  more  likely  that  the  value  '000254  assumed  for 
the  temperature  coefficient  of  the  Pt-Ag  standards  is  too  small.  In  any  case,  if  we 
take  the  mean  of  the  two  comparisons,  we  shall  obtain  a  result  which  is  nearly 
independent  of  the  value  assumed  for  the  temperature  coefficient.  We  thus 
obtain : — 

No.  4086  at  18°-4  C.  =  1*00039  ohms  (Pt-Ag  standards  at  17°-6  C.)     .     (7). 

It  happens  that  the  temperature  18°  "4  C.  is  precisely  that  at  which  the  value  of 
No.  4086  is  required  for  the  comparisons  with  the  mica  current-standards. 

(8.)  Comparisons  at  the  National  Physical  Laboratory. 

It  appeared  practically  certain  from  these  comparisons  that  the  value  of  No.  4086 
had  increased  since  the  date  of  the  original  certificate  by  nearly  "00060  ohm.  For 
further  verification  No.  4086  was  sent  over  in  a  box  from  Montreal  to  Cambridge, 
and  thence  to  Kew,  to  be  compared  with  the  original  standards.  Mr.  Glazebrook 
very  kindly  undertook  the  comparison  himself,  with  the  following  results  : — 
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Value  of  No.  4086  from  Observations  at  the  National  Physical  Laboratory. 


i 

*    Date. 

1 

1 

Temperature. 

Value  from  3715. 

Temperature. 

Value  from  "Flat."* 

1 

;    July  20 

-   „    26 

1        „    28 

:        „    28 

.,30 

AugUBt  1 

o 

250 
24-4 
21-4 
21-6 
18-9 
16-0 

1- 00067 
1  00072 
1-00063 
1  00062 
1- 00057 
1  00046 

o 

24-9 
24-4 
21-3 

1  00067 
1-00059 
1-00059 

These  observations  give  a  mean  value  of  1*00061  ohms  at  a  temperature  of 
21^*96  C,  and  indicate  a  temperature  coefl&cient  of  about  '000027  for  changes  taking 
place  in  a  few  days.  This  result  is  inconsistent  with  the  value  (5)  1 '00037  at 
21°'74  C.  found  by  Barnes,  unless  we  suppose  the  temperature-coefl&cient  employed 
by  Babnes  for  the  Pt-Ag  coils  to  be  a  little  too  small,  or  unless  No.  4086  had 
inoi^eased  in  value  on  its  journey  from  Canada.  Mr.  Glazbbrook  was  not  perfectly 
satisfied  with  these  observations,  as  the  temperature  was  too  high  and  variable,  and 
the  difierence  to  be  measured  on  the  Pt-Ir  bridge-wire,  as  well  as  the  temperature 
correction  of  the  standards,  was  rather  large.  He  therefore  repeated  the  observations 
in  December,  at  a  lower  temperature,  under  much  steadier  conditions,  with  the 
following  results : — 


Value  of  No.  4086  fi:om  National  Physical  Laboratory  Standards. 


Date. 

Temperature. 

Value  from  3715.       Temperature. 

1 

Value  from  "Flat"    i 

1 

December  13,  1900  .     . 

„         18  and  19     . 

„         20.     .     .     . 

„         21.     .     .     . 

28.     .     .     . 

0 

12-1 
13-2 
11-3 
121 
10-3 

1-00018 
1-00016 
1-00016 
1-00017 
1-00010 

11-9 
13-0 
11-5 
12-1 

1-00020             1 
1-00018 
1-00015             ! 
1-00015 

The  results  of  these  observations  give  a  mean  value  of  1*00016  at  a  temperature  of 
12°*0  C.  This  appeared  inconsistent  with  the  July  observations.  It  was  also  much 
lower  than  the  value  (6)  1  '00041  at  14°'8  found  by  Fraser,  unless  we  suppose  either 
that  the  coefficient  '000254  applied  by  Barnes  to  the  platinum-silver  coils  was  too 
small,  or  that  No.  4086  had  fallen  in  value  in  the  interval. 

*  *'Flat"  is  one  of  the  original  B.A.  unit  standard  coils  belonging  to  the  British  Association,  the 
temperature  coefficient  of  which  is  taken  to  be  '000277,  as  determined  by  Fleming  in  1876.  1  ohm  is 
assumed  to  be  1  '01358  B.A.  unit.     No.  3715  is  a  more  recent  standard  ohm. 
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In  order  to  throw  fiirther  light  on  the  question,  Mr.  Glazebrook  undertook  a 
determination  of  the  temperature-coefficient  of  No.  4086  by  heating  it  up  to  20^  C. 
and  allowing  it  to  cool  slowly,  the  case  being  full  of  oil.  Taking  only  the  morning 
observations,  which  Mr.  Glazebrook  considers  the  most  reliable,  we  obtain  the 
following  mean  results  on  the  two  days  : — 

Temperature-coefficient  of  No.  4086  at  the  National  Physical  Laboratory. 


Date.               !     Mean  temperature. 

Mean  value  from  3715. 

'                                   o 

January  4,  1901  .     .                  17-2 
„        5     „     .     .                    9-4 

1-00024 
1  00005 

These  observations  give  a  mean  value  of  1*000 15  at  13°'3  C,  which  agrees  very 
closely  with  the  December  comparisons,  but  is  slightly  lower,  as  though  the  diminu- 
tion of  resistance  were  still  in  progress.  The  value  of  the  temperature-coeflScient 
deduced  is  +  '000024,  which  is  a  very  probable  value  for  this  kind  of  manganin  for 
temperature  changes  of  10°  in  one  day. 

(9.)  Hysteresis  in  Manganin  Coils. 

From  my  own  experience  of  the  behaviour  of  manganin,  I  am  inclined  to  explain 
these  discrepancies  as  follows : — The  temperature-coefl&cient  of  a  manganin  coil 
frequently  depends  to  some  extent  on  the  past  history  and  on  the  rate  of  heating  or 
cooling.  It  may  exhibit  a  kind  of  lag  or  hysteresis,  the  resistance  continuing  to 
increase  gradually  for  some  time  after  a  rise  of  temperature,  so  that  the  value  of  the 
coeflScient  found  by  short-period  observations  is  often  smaller  than  the  value  which 
applies  to  changes  of  long  period.  Taking  the  July  and  December  observations  at 
the  National  Physical  Laboratory  as  being  correct,  we  find  a  long-period  temperature- 
coefl&cient  for  No.  4086  of  +'000047,  which  is  about  twice  as  large  as  the  short- 
period  coefl&cients  '000027  and  '000024,  deduced  from  the  observations  from  day  to 
day.  It  was  for  this  reason  that  I  discontinued  the  use  of  manganin  for  accurate 
work  in  platinum  thermometry  some  yeai's  ago,  preferring  to  use  platinum-sUver  coils 
annealed  at  a  red  heat  and  compensated  for  temperature  by  means  of  platinum 
similarly  annealed.  The  defect  is  of  a  kind  that  would  escape  notice  except  in  very 
accurate  work  over  long  periods  with  coUs  exposed  to  considerable  changes  of 
temperature.  It  also  appears  to  depend  on  the  manner  in  which  the  wire  has  been 
annealed. 

It  is  worthy  of  notice,  as  a  confirmation  of  this  view,  that  a  small  effect  of  this 
nature  was  observed  by  Harker  and  Chappuis  in  their  platinum  thermometry 
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('  Phil  Trans./  A,  1900,  vol.  194,  p.  59),  though  they  do  not  appear  to  have  appre- 
ciated its  fill!  significance.  In  order  to  reduce  the  temperature  correction,  they 
selected  a  resistance  box  with  manganin  coils  made  by  Messrs.  Crompton  in  pre- 
ference to  one  with  platinum-silver  coils  annealed  at  a  red  heat  after  the  pattern 
made  by  the  Cambridge  Instrument  Company.  In  attempting  to  determine  the 
temperature-coefficient  of  their  box  by  raising  the  temperature  for  a  short  period, 
they  noticed  that  the  resistances  did  not  return  at  once  to  their  original  values  on 
cooling.  They  also  observed  a  considerable  increase  of  resistance  in  all  the  coils, 
which  was  most  rapid  at  the  outset,  and  which  they  attributed  to  the  effect  of 
recovery  from  the  soldering.  We  have  seen  that  No.  4086  underwent  a  similar 
increase  of  resistance  at  the  outset.  Messrs.  Harker  and  Chappxhs  do  not  seem  to 
have  observed  the  long-period  effect  of  hysteresis,  which  is  more  insidious.  The 
correction  for  this  cannot  be  accurately  applied,  but  it  appears  that  it  might  explain 
some  of  their  errors  of  observation. 

In  order  to  reconcile  the  observations  of  Barnes  and  Fraser  with  each  other 
and  with  those  of  Glazebrook,  it  is  necessary  to  suppose  that  the  value  of  the 
temperature  coefficient  '000254  assumed  by  Barnes  for  the  McGill  Pt-Ag  standard 
ohms  is  a  little  too  small.  According  to  my  own  experiments  with  these  particular 
standards,  in  1893  and  1894,  made  by  heating  the  coils  in  a  water-bath,  the  value 
should  be  •000275.  I  tested  only  two  of  the  coils,  but  it  is  clear  from  the  agreement 
of  the  relative  differences  observed  by  Barnes  and  Fraser  that  the  temperature 
coefficients  of  all  the  coils  are  nearly  the  same.  The  changes  in  the  relative 
differences  observed  by  them  are  in  no  case  greater  than  can  be  explained  by  the 
uncertainty  of  temperature,  as  the  coils  were  not  immersed  in  a  water-bath  in  their 
comparisons. 

Adopting  the  value  '000275  for  the  temperature  coefficient  of  the  10  Pt-Ag 
standard  ohms^  we  find  the  following  corrected  results  in  place  of  (5)  and  (6), 

Barnes,  No.  4086  at  21°-74  C.  =  1-00048  ohms      ....     (8). 
Fraser     „       „      „    14°-8    C.  =  1-00035  ohms      ....     (9). 

The  difference  between  these  two  values  gives  a  temperature  coefficient  for  No.  4086 
of  '000020,  which  agrees  with  their  other  results  supposing  that  Fraser's  obser- 
vations were  taken  in  the  basement  within  a  few  days  of  those  of  Barnes.  In 
comparing  these  results  with  those  of  Glazebrook,  it  must  be  remembered  that 
owing  to  the  solidity  of  the  construction  and  the  perfection  of  the  heating  arrange- 
ments in  the  Physics  Building  at  McGill  CoUege,  the  temperature  of  the  Heat 
Laboratory  very  rarely  fell  below  15^  in  winter  (except  in  a  few  corners  near  the 
windows),  or  rose  above  22°  in  summer.  No.  4086  was  never  exposed  at  Montreal  to 
so  great  changes  of  temperature  as  it  experienced  in  the  temporary  observing  room 
at  Kew.      The  results  of  the  comparisons  as  regards  the   absolute  values  of  the 
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current-standards  at  McGill  College  are,  therefore,  deserving  of  greater  weight  than 
might  be  supposed  at  first  sight. 

Taking  the  mean  of  the  observations  of  Barnes  and  Fi«aser  as  fairly  applying  to 
the  mean  temperature  of  the  Heat  Laboratory  at  the  tiixie,  we  obtain 

No.  4086  at  18°-4  C.  =  1-00042  ohms  in  terms  often  McGill  standards    .     (10). 

Taking  the  long-period  coefl&cient  '000047  as  appropriate   for  deducing  the  value 
of  No.  4086  at  the  same  temperature,  from  Glazebrook's  observations  we  find 

No.  4086  at  18°-4  C.  =  1-00046  ohms  in  terms  of  original  B.A.  standards      (11). 

This  agreement  is  as  close  as  could  reasonably  be  expected,  and  we  may  conclude 
that  the  value  of  No.  4086  is  known  fi'om  the  comparisons  to  at  least  1  part 
in  20,000.  Adopting  the  latter  value  for  4086,  we  obtain  finally  for  the  value  of  the 
mica  current-standards, 

Mica  current-standards  in  parallel  at  18^-36  C.  =  '50037  ohm      .     .  (12). 

Assuming  the  temperature  coefficient  "000248  for  the  mica  current-standards,  we 
find  for  the  values  at  5°,  10°,  15°,  and  20°,  respectively. 

Values  of  Mica  Current-standards  in  Parallel. 

Temp.  Cent 5°  10°  15°  20° 

Value '49871       '49933       '49995       -50057 

These  values  are  in  practical  agreement  with  those  obtained  by  Barnes  from  the 
McGill  comparisons  alone,  but  he  does  not  make  any  attempt  to  explain  the  apparent 
discrepancies.  They  are  probably  correct  in  terms  of  the  International  Standard 
Ohm  to  1  part  in  20,000,  but  the  uncertainty  of  the  absolute  value  of  the 
International  Ohm  itself  may  amount  to  2  or  3  parts  in  10,000.  If  the  Board 
of  Trade  Ohm  really  exceeds  the  C.G.S.  Ohm  by  nearly  3  parts  in  10,000,  according 
to  the  result  of  the  measurements  of  Professors  Jones  and  Ayrton  with  the  McGill 
College  apparatus,  the  electrical  watts  supplied  in  the  calorimeter  have  been  over- 
estimated to  that  extent,  so  that  the  absolute  value  of  the  equivalent  of  the  calorie 
in  terms  of  electrical  energy  as  deduced  from  this  investigation  would  require  to 
be  reduced  by  about  1  part  in  4,000. 

It  should  be  observed  that  the  absolute  values  of  the  current-standards  are  of 
comparatively  little  importance  for  the  present  investigation,  as  they  do  not  at  all 
affect  the  question  of  the  variation  of  the  specific  heat.  I  have  thought  it  worth 
while,  however,  to  discuss  the  question  somewhat  fiilly  for  two  reasons.  In  the  first 
place,  the  comparisons  illustrate  a  possible  objection  to  the  use  of  manganin  coils  for 
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accurate  work,  which  is  not  I  think  suflBciently  appreciated.  In  the  second  place,  it 
is  possible  that  at  some  fiiture  time  the  absolute  values  of  the  electrical  standards 
may  be  more  accurately  determined,  in  which  case  it  is  desirable  that  the  apparent 
discrepancies  in  the  comparisons  of  the  standards  employed  in  the  present  investiga- 
tion should  be  clearly  explained,  in  order  that  the  correction  may  be  suitably  applied. 

The  above  explanation  of  the  discrepancies  observed  in  the  comparisons  of  the 
manganin  standard  No.  4086,  was  submitted  to  Mr.  Glazebrook  for  his  approval  in 
January,  1901.  He  considered,  however,  that  the  measurements  in  his  possession 
at  that  time  were  not  conclusive  evidence  of  hysteresis,  as  four  other  manganin  coils 
of  German  make,  which  had  been  tested  at  the  same  time,  had  shown  similar  though 
not  identical  variations.  He  was  himself  inclined  to  explain  these  irregularities  by 
uncertainties  of  temperature  or  of  temperature-coefficient  of  the  Pt-Ag  standards, 
especially  at  the  higher  temperature  in  the  July  observations.  The  large  value  of 
the  coefficient  '000047  for  the  manganin  coil,  deduced  from  the  July  and  December 
observations,  might  be  explained  by  supposing  that  the  value  of  the  coefficient 
assumed  for  the  E*t-Ag  coils  was  too  large.  This,  however,  would  not  explain  the 
smaller  values  of  the  coefficient  for  the  manganin  coil  deduced  from  the  observations 
from  day  to  day,  in  which  the  same  value  of  the  Pt-Ag  coefficient  was  assumed. 

In  order  to  settle  the  question,  a  further  series  of  comparisons  of  No.  4086  was 
made  in  June  and  July,  1901,  at.  the  National  Physical  Laboratory,  which  com- 
pletely confirmed  the  observations  made  in  the  previous  July,  showing  that  they 
were  not  merely  accidental  results  due  to  erratic  change  of  No.  4086  or  to  uncertainty 
in  the  temperature  conditions  prevailing  at  that  time  in  the  observing  room. 

As  a  fiirther  test  of  the  possibility  of  hysteresis  theory  already  advanced,  a  special 
comparison  was  made,  in  which  No.  4086  was  heated  through  a  smaU  range  of 
temperature  and  allowed  to  cool  slowly,  being  tested  against  a  manganin  standard 
kept  at  a  steady  temperature  throughout  the  comparison.  This  test  gave  a  very 
small  coefficient,  but  the  curve  representing  the  observations  gave  unmistakable 
indications  of  hysteresis.  It  was  confirmed  by  a  second  test,  in  which  No.  4086  was 
cooled,  and  allowed  to  warm  up  slowly.  The  curve  representing  the  observations  in 
this  case  had  the  opposite  curvature.  The  two  curves  combined  gave  a  figure 
similar  to  one  of  the  familiar  cycles  of  magnetic  hysteresis.  These  effects  could  not 
be  explained  as  due  to  a  real  lag  of  temperature,  since  the  rate  of  change  of  tempe- 
rature was  very  slow,  and  the  case  was  filled  with  oil  in  direct  contact  with  the  wire 
and  also  with  the  thin  metal  tube  on  which  the  wire  was  wound.  With  this  direct 
evidence  of  the  existence  of  hysteresis  over  short  periods  and  smaU  ranges  of 
temperature,  it  becomes  easier  to  admit  the  possibility  of  larger  variations  of  long 
period,  such  as  those  indicated  by  the  July  and  December  comparisons  with  the 
platiniun-silver  standards. 

My  assistant,  Mr.  Eumorfopoulos,  is  now  engaged  in  testing  the  conditions  of 
existence  of  the  long-period  effect,  by  a  differential  method  designed  for  the  purpose. 
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(C.)  Current. 
(10.)  Tlie  ElcctrodynamometcT. 

For  the  absolute  measurement  of  the  E.M.F.  of  the  Clark  cells  employed  in  this 
investigation  in  terms  of  the  standard  ohm,  I  proposed  to  employ  an  electro- 
dynamometer  of  the  pattern  constructed  by  Latimer  Clark  for  the  Electrical 
Committee  of  the  British  Association.  This  instrument  is  described  and  figured  in 
Maxwell's  "Electricity  and  Magnetism,"  vol.  2,  p.  339.  The  moment  of  the 
couple  due  to  the  current  is  measured  by  means  of  a  bifilar  suspension,  the  constatit 
of  which  is  determined  by  observations  of  the  time  of  oscillation.  It  has  been 
usual  of  recent  years  to  prefer  the  current-weighing  method,  in  which  the  force  due 
to  the  current  is  directly  balanced  by  weights,  to  methods  depending  on  the 
observation  of  an  angular  deflection;  but  it  appeared  to  me  that  the  British 
Association  apparatus,  with  certain  modifications  of  detail,  would  escape  most  of  the 
errors  generally  urged  against  the  deflection  method,  and  that  it  possessed  important 
advantages  in  other  respects. 

The  electro-dynamometer  in  the  possession  of  McGill  College,  as  originally 
constructed  by  Messrs.  Nalder,  was  intended  to  be  an  exact  duplicate  of  the 
apparatus  in  the  Cavendish  Laboratory  at  Cambridge.  The  coils  of  the  Cambridge 
apparatus  were  wound  under  the  supervision  of  Maxwell,  whose  measurements  of 
the  large  coils  were  assumed  by  Lord  Eayleigh  in  his  determination  of  the 
electrochemical  equivalent  of  silver.  As  a  preliminary  step,  the  apparatus  was  set 
up  and  tested  in  October,  1894,  with  the  assistance  of  Mr.  R.  O.  King,  then  a 
fourth-year  student.  The  defects  of  the  electrodynamometer,  in  its  original  form, 
were  found  to  be  so  serious  that  it  was  necessary  to  re-wind  the  coils,  and  make 
other  extensive  alterations.  This  involved  considerable  delay,  while  the  necessary 
materials  were  being  obtained  and  preparations  made;  and  the  apparatus  was 
not  set  up  in  its  final  form  until  the  return  of  Mr.  King  from  Harvard  in 
September,  1897. 

The  principal  defects  of  the  original  apparatus  were  found  to  be  as  follows  : — 
(1)  The  fi:umework  of  the  large  coils,  and  the  pulley  arrangement  for  equalising  the 
tensions  of  the  bifilar  suspension  were  not  suflSciently  rigid.  It  was  not  possible 
to  obtain  the  desired  order  of  accuracy  in  the  observation  of  the  times  of  oscillation, 
or  in  the  deflections.  (2)  The  most  serious  defect  was  the  uncertainty  of  the 
insulation  between  adjacent  layers  of  the  windings  of  the  coils.  This  could  not  be 
directly  tested,  but  was  inferred  from  a  comparison  of  the  mean  radii  of  the  coils 
determined  by  electrical  methods  with  the  values  calculated  from  the  measurements. 
The  difierence  could  only  be  attributed  to  defective  insulation,  as  the  number  of 
turns  and  the  measurements  were  verified  by  unwinding  the  coils.  The  error 
amounted  to  nearly   1  part  in  500  for  the  large  coils  (324  turns  each),  and  about 
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I  in  300  for  the  small  coils  (576  turns  each).  The  insulation  between  the  coils  and 
the  metal  frame-work  was  in  all  cases  perfect,  as  the  channels  were  lined  with 
paraffined  paper.  The  wire  itself  proved  to  be  very  carefully  wound,  and  the 
double  silk  covering  throughout  was  uninjured.  The  defects  could  not  be  attributed 
to  excessive  damp,  as  the  winter  climate  of  Montreal  is  extremely  dry,  and  the 
laboratory  was  most  efficiently  heated.  Having  regard  to  the  perfect  condition  of 
the  wire,  it  seemed  unlikely  that  absolute  security  of  insulation  could  be  attained 
with  silk-covered  wire,  however  carefully  wound. 

Owing  to  the  extreme  importance  of  securing  perfect  insulation,  and  of  being  able 
to  test  the  insulation  at  any  time,  the  small  pair  of  coils  were  immediately  re-wound 
with  a  double  winding  of  two  wires  side  by  side  throughout,  with  paper  between 
each  layer.  They  were  then  boiled  in  paraffin  wax,  and  the  insulation  has  since 
proved  to  be  practically  perfect.  At  the  same  time  it  was  decided  to  re-wind  the 
large  coils  with  a  double-winding  of  copper  tape,  of  the  same  width  as  the  channel, 
insulated  with  paraffined  paper  or  silk  between  the  layers.  But  as  there  was  some 
delay  in  securing  the  requisite  material,  the  experiment  had  to  be  postponed  for  the 
time.  I  took  advantage  of  this  delay  to  work  out  the  details  of  the  following 
improvements,  which  were  introduced  into  the  method  on  resuming  the  work  in 
October,  1897,  with  Mr.  King's  assistance. 

(11.)  Duplex  Scale  Reading, 

For  greater  accuracy  in  observing  the  deflections  and  measuring  the  scale  distance, 
which  is  generally  one  of  the  weakest  points  in  a  deflection  method,  a  duplex  system 
of  reading  was  adopted.  The  apparatus  was  erected  on  a  suitable  pier,  which  had 
been  provided  for  it  in  a  basement  room,  with  copper  fittings  and  heaters,  where  the 
temperature  was  very  steady  and  the  ground  free  from  vibration.  A  plane  paraUel 
mirror,  ^  inch  thick,  and  2  inches  in  diameter,  silvered  on  hoik  faces,  was  fitted  to 
the  suspended  coils.  A  pair  of  metre  scales,  accurately  divided  on  plane  milk-glass, 
were  mounted  with  suitable  adjustments  on  a  rigid  frame  of  copper  tubes  at  a  distance 
of  3  metres  apart,  150  centims.  east  and  west  of  the  mirror  respectively.  A 
circulation  of  water  was  maintained  through  the  copper  tubes.  The  distance 
between  the  scales  and  the  thickness  of  the  mirror  could  be  measured  with  great 
accuracy.  The  deflections  were  observed  simultaneously  from  either  side  with  a  pair 
of  very  perfect  reading  telescopes  of  2  inches  aperture,  and  about  2  feet  long. 
These  were  fitted  with  filar  micrometers,  and  adjusted  so  that  one  turn  of  the 
micrometer  screw  was  very  nearly  equal  to  1  millim.  on  the  scale.  The  mirror 
and  telescopes  were  specially  made  by  Brashear  for  this  work.  The  coils  and 
suspension  were  completely  enclosed  to  screen  them  from  draughts,  and  observations 
were  taken  through  a  pair  of  thin  mica  windows.  With  this  arrangement,  it  was 
optically  possible  to  read  with  certainty  to  a  fiftieth  of  a  millimetre  on  a  steady 
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deflection  of  50  centims.  on  either  side  of  the  zero.  This  method  of  reading 
eliminates  a  number  of  small  uncertainties,  and  makes  it  possible  to  approach  an 
order  of  accuracy  of  1  part  in  100,000  in  the  deflection  measurements. 

(12.)  The  Bifilar  Suspension. 

In  order  to  minimise  the  effect  of  imperfect  elasticity,  the  wires  of  the  suspension 
were  made  of  hard  drawn  copper  of  high  conductivity,  as  fine  as  was  consistent  with 
constancy  of  length  (safety  factor  5),  and  were  rigidly  clamped  at  a  distance  of 
3 '2  centims.  apart,  after  the  tensions  had  been  adjusted  to  equality.  The  length 
of  the  suspension  was  80  centims.,  and  the  effect  of  torsion  of  the  wires  was 
comparatively  small.  The  directive  force  of  the  bifilar  depended  almost  entirely  on 
gravity,  and  remained  constant  to  1  in  20,000  for  "several  months.  The  effect  of 
current  heating  of  the  suspension  was  tested  by  observing  the  time  of  oscillation 
with  the  working  current  of  '5  ampere  flowing  in  opposite  directions  in  the  two 
windings  of  the  small  coils,  and  was  found  to  be  less  than  1  part  in  20,000. 

To  determine  the  moment  of  inertia,  the  small  coils  were  fitted  with  a  co-axial 
brass  tube  about  2*5  centims.  in  diameter,  and  50  centims.  long,  containing  a  pair  of 
cylindrical  inertia  weights,  150  grammes  each,  which  could  be  clamped  at  the  centre 
of  the  tube,  or  at  the  ends.  The  distance  between  the  weights  in  their  extreme 
position  is  the  most  important  measurement.  This  was  determined  by  a  very 
accurate  pair  of  steel  callipers  by  Brown  and  Sharpe,  reading  to  '01  millim.,  with 
a  range  of  50  centims.  This  gave  sufiicient  accuracy  for  the  preliminary  measure- 
ments, but  it  was  intended  to  employ  a  Whitworth  measuring  machine  for  the  final 
series.  In  observing  the  oscillations,  the  times  of  passage  were  recorded  on  an  electric 
chronograph  with  a  standard  clock  rated  from  the  observatory.  The  periods  o 
oscillation,  with  the  ends  of  the  weights  flush  with  the  ends  of  the  tube,  and  with 
the  weights  in  contact  at  the  centre  of  the  tube,  were  11*5385  and  6*7857  seconds 
respectively,  and  the  observations  on  different  days,  when  corrected  for  temperature, 
did  not  vary  by  more  than  two  or  three  in  the  last  figure. 

(13.)  Mean  Radius  of  tlie  Large  Coils, 

The  mean  radius  of  the  pair  of  large  coils  was  determined  from  the  length  of  the 
copper  tape  with  which  they  were  wound.  This  method  is  not  satisfactory  with  soft 
annealed  copper  wire  owing  to  stretching,  but  the  hard  rolled  copper  tape  could  be 
wound  without  any  tension,  and  did  not  undergo  any  change  of  length.  This  was 
verified  by  graduating  the  tape  itself  on  a  50-foot  comparator,  the  errors  of  which 
were  known ;  then  winding  the  coil  for  trial,  and  unwinding  and  measuring  the  tape 
again,  which  was  found  not  to  have  changed  in  length  by  more  than  a  tenth  of 
a  millimetre  in  each  50  feet.  The  tape  was  supported  horizontally  on  the  polished 
surface   of  the  comparator,  and   measured   under  a  tension  of  6  kilogs.     Young's 
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modulus  was  determined  for  each  section.  The  tape  was  wound  on  each  coil  in  two 
lengths  of  19  turns  each,  starting  at  opposite  ends  of  a  diameter,  with  two 
thicknesses  of  paraffined  paper  between  each  turn,  so  that  the  insulation  could  be 
tested  with  absolute  certainty  at  any  time.  There  were  38  complete  turns,  and 
nearly  6000  centims.  of  tape,  on  each  coil.  The  probable  error  of  the  measurement 
was  less  than  1  millim.  on  the  whole  length,  i.e.,  less  than  1  part  in  100,000.  The 
coils  could  not  be  boUed  in  paraffin  after  winding,  as  this  would  subject  the  tape  to 
uncertain  strains  owing  to  the  contraction  of  the  wax.  It  was  found  necessary  to 
re- wind  the  coils  two  or  three  times  with  minor  improvements  before  the  insulation 
proved  to  be  perfect.     Finally,  silk  ribbon  was  adopted  in  place  of  paper. 

(14.)  Distance  hetween  Mean  Planes  of  Large  Coils. 

The  coils  were  fitted  to  the  frame  at  a  distance  between  their  mean  planes  equal  to 
the  mean  radius  of  either  coil.  For  this  purpose,  the  original  frame,  which  was 
insufficiently  rigid,  was  strengthened  with  heavy  rings  of  brass  turned  to  fit  the 
coils,  and  carefully  tested  for  non-magnetic  quality.  The  distance  between  the  mean 
planes,  though  four  times  less  important  than  the  mean  radius,  must  be  known 
with  considerable  accuracy.  This  was  effected  by  making  the  coils  reversible  and 
measuring  their  thickness.  Each  coil  when  in  position  rested  against  the  points  ot 
three  screws,  which  were  adjusted  to  the  right  distance  apart,  and  clamped  in  position. 
The  distances  between  the  points  of  opposite  screws  were  measured  with  the  callipers, 
and  also  the  thickness  of  the  coils  themselves  at  the  points  of  contact.  The  coils 
were  connected  to  their  respective  terminals  by  eight  pairs  of  flexible  conductors, 
twisted  together  in  pairs  so  as  accurately  to  compensate,  and  arranged  so  that  the 
coils  could  be  rapidly  removed,  reversed  and  replaced  at  any  moment.  This  appears 
to  be  the  only  satisfactory  method  of  determining  the  distance  between  the  mean 
planes,  as  the  winding  of  the  coils  and  the  distribution  of  the  current  in  the  tape 
cannot  be  assumed  to  be  perfectly  symmetrical  with  respect  to  the  channels. 

(15.)  Area  of  the  Small  Coils. 

The  most  difficult  part  of  the  work  was  the  determination  of  the  area  of  the  small 
coils  by  comparison  with  the  large  coils.  A  thick  brass  tube,  carrying  a  delicately 
suspended  magnet  and  mirror  at  its  centre,  was  rigidly  fixed  to  the  framework  so  as 
to  be  co-axial  with  the  large  coils.  The  small  coils  could  be  mounted  co-axially 
on  this  tube  at  a  mean  distance  of  30  centims.  on  either  side  of  the  centre.  Currents 
were  passed  in  opposite  directions  through  the  large  coils  and  small  coils  in 
parallel,  and  the  resistances  of  the  circuits  were  adjusted  until  the  magneto- 
meter showed  no  deflection.  The  ratio  of  the  resistances  was  then  immediately 
determined  in  a  manner  similar  to  that  employed  by  Lord  Raylecgh  in  measuring 
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the  mean  radius  of  the  small  coil  in  his  current  balance.  The  chief  diflSculties  were 
due  to  change  of  resistance  of  the  coils  with  change  of  temperature.  These  changes 
were  considerably  reduced  by  employing  copper  resistances  for  the  adjustment,  and 
by  arranging  the  details  so  as  to  secure  the  greatest  rapidity  of  observation. 
Readings  were  taken  in  each  position  with  the  large  and  small  coils  severally 
reversed,  and  interchanged,  and  replaced,  the  complete  series  each  night  including 
36  independent  readings  of  the  ratio.  The  distance  between  the  two  positions  of  the 
small  coils  on  either  side  of  the  centre  is  the  most  important  measurement.  This 
was  determined  by  two  shoulders  turned  on  the  thick  brass  tube,  the  distance 
between  which  was  measured  with  the  callipers.  It  was  necessary  to  make  all  these 
comparisons  at  night  between  the  hours  of  2  and  5  A.M.  in  order  to  avoid  disturbance 
from  the  electrical  railway,  two  lines  of  which  passed  within  about  a  quarter  of  a  mile 
of  the  building.  The  values  of  the  ratio  obtained  from  observations  on  three  different 
nights,  when  there  was  no  magnetic  disturbance  and  the  conditions  were  otherwise 
satisfactory,  showed  extreme  differences,  amounting  to  nearly  1  part  in  5,000.  These 
may  have  been  partly  due  to  temperature,  as  the  small  coils  had  been  boiled  in 
paraffin,  which  must  have  affected  the  expansion. 


(16.)  Hatio  of  the  CuiTcnts  in  the  Coils. 

In  the  usual  method  of  employing  the  electrodynamometer,  the  same  current  is 
passed  through  the  large  coils  and  small  coils  in  series.  This  method  has  the 
advantage  of  simplicity,  but  it  is  essential,  in  order  to  obtain  steady  deflections  and 
secure  the  maximum  accuracy  of  reading,  that  there  should  be  no  appreciable  heating 
of  the  small  coils  by  the  current.  The  latter  condition,  however,  cannot  be  satisfied 
if  the  currents  are  equal,  unless  the  large  coils  are  wound  with  very  fine  wire,  which 
is  for  many  reasons  objectionable.  In  the  present  case,  the  windings  were  designed 
to  secure  approximately  equal  current  heating  when  the  currents  are  in  the  ratio  of 
1  to  10  in  the  small  and  large  coils  respectively.  The  ratio  of  the  currents  was 
adjusted  to  this  value  at  each  observation  by  having  a  standard  ohm  in  series  with 
the  small  coils,  and  a  standard  tenth-ohm  in  series  with  the  large  coils. 
The  whole  arrangement  formed  a  Wheatstone  bridge,  the  balance  of  which  was 
adjusted  by  means  of  some  copper  coils  and  a  high-resistance  shunt  in  series  with 
the  small  coils.  The  standard  coils  were  of  manganin  immersed  in  oil,  and  the 
ratio  remained  extremely  constant,  owing  to  the  equality  and  smallness  of  the  current 
heating,  and  the  perfection  of  the  insulation.  Thus,  although  the  division  of  the 
current  involved  an  additional  adjustment  of  the  ratio  of  the  resistances,  no 
appreciable  error  was  thereby  introduced,  and  great  advantages  were  secured  by 
the  equable  distribution  of  the  heat  developed,  and  the  steadiness  of  the  observed 
deflections. 
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(17.)  Electromotive  Force  of  the  Clark  Cells. 

The  electromotive  force  of  the  Clark  cells  was  determined  by  simultaneous 
observations  with  the  potentiometer  of  the  diflference  of  potential  on  either  of  the 
standard  manganin  resistances  while  the  currents  were  being  measured  by  the 
electrodynamometer.  This  observation  depended  to  some  extent  on  the  accuracy 
of  calibration  of  the  potentiometer,  but  this  was  repeatedly  tested  with  results 
consistent  to  1  part  in  50,000.  Owing  to  the  great  steadiness  of  the  current, 
there  being  no  silver  voltameter  in  circuit,  the  potentiometer  readings  could 
easily  be  taken  to  this  order  of  accuracy.  The  Clark  cells  were  of  the  hermetically 
sealed  type  described  in  the  '  Proceedings  of  the  Royal  Society'  for  October,  1897, 
and  were  kept  in  a  well-stirred  water-bath  at  a  constant  temperature. 

The  results  of  the  first  series  of  observations  on  the  absolute  value  of  the  E.M.F.  ot 
the  Clark  cell  in  terms  of  the  ohm,  taken  with  this  apparatus  during  the  spring  and 
summer  of  1898,  were  sent  in  by  Mr.  R.  O.  King  as  the  report  of  his  third  year's 
work  as  1851  Exhibition  Scholar.  When  certain  minor  corrections  are  applied  for 
the  values  of  the  resistance  coils  and  for  the  higher  harmonics  in  the  series  repre- 
senting the  force  between  the  fixed  and  suspended  coils,  the  result  found  for  the 
E.M.F.  of  the  Qark  cell  at  15°  C  is, 

Clark  cell  =  1-4334  volts, 

the  volt  being  defined  as  the  potential  difference  due  to  a  current  of  one-tenth  of  a 
C.G.S.  unit  through  a  standard  ohm.  This  result  was  not  immediately  published, 
because  Mr.  King  hoped  to  be  able  to  secure  an  order  of  agreement  higher  than 
1  part  in  10,000  in  the  comparison  of  the  small  coils  with  the  large  coils,  which  was 
much  the  most  difficult  part  of  the  measurements.  But  it  may  be  questioned 
whether  a  higher  order  of  accuracy  could  reasonably  be  expected  in  this  determi- 
nation, and  although  the  value  above  given  was  not  at  the  time  intended  to  be  final, 
T  feel  that  it  may  be  regarded  with  considerable  confidence  on  account  of  the  high 
order  of  accuracy  of  the  individual  measurements,  and  the  many  new  devices  which 
were  introduced  into  the  design  of  the  apparatus. 

The  work  of  setting  up  the  apparatus  and  taking  the  observations  was  performed 
almost  exclusively  by  Mr.  King  under  my  supervision,  with  occasional  assistance 
from  other  students  in  taking  readings.  I  was  able  to  assist  him  personally  during 
the  vacations  in  some  of  the  more  important  measurements,  such  as  the  graduation 
of  the  copper  tape  on  the  comparator,  the  first  winding  of  the  large  coils,  and  the 
first  comparison  of  the  small  coils.  I  also  verified  the  accuracy  of  most  of  the 
adjustments,  and  the  perfection  of  the  insulation,  and  am  satisfied  that  the  whole 
work  was  most  carefully  and  systematically  carried  out.  Mr.  King  has  since  left 
McGiU  College,  but  I  hope  that  he  may  yet  find  time  to  work  out  and  publish  in 
detail  the  final  results  of  his  observations,  which  should  form  a  valuable  contribution 
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to  absolute  electrical  measurement.  It  should  be  noticed  that  the  result  above 
deduced  from  the  first  series  of  observations  by  Mr.  King  agrees  with  that  deduced 
from  the  observations  with  the  electrical  calorimeter  by  comparison  with  Rowland 
and  with  Reynolds  and  Moorby,  namely,  1  '4332,  within  the  limits  of  probable  error 
of  the  several  methods.* 

Part  IIL — Thermometry. 

(18.)  The  Compensated  Resistance  Box. 

Nearly  all  the  temperature  measurements  in  this  investigation  were  made  with  a 
special  form  of  resistance  box,  which  contains  some  devices  which  have  not  as  yet 
been  adopted  in  any  other  instrument  of  its  class,  or  described  in  any  scientific 
periodical  The  most  important  feature  in  its  construction  was  the  syst-em  adopted 
for  compensating  the  resistances  to  eliminate  the  effect  of  change  of  temperature.  In 
the  usual  form  of  box  the  temperature  of  the  coils  is  taken  by  means  of  a  mercury 
thermometer,  and  the  correction  for  change  of  temperature  applied  from  a  knowledge 
of  the  temperature-coefiiciei»t.  The  principal  objection  to  this  method  is  that  the 
mercury  thermometer  cannot  follow  the  temperature  changes  of  the  coils  with 
sufficient  exactness,  and  that  the  temperature  is  generally  far  from  uniform  through- 
out the  box.  In  the  method  of  compensation  which  I  patented  in  1887  (Complete 
Specification  No.  14,509)  the  temperature  correction  is  automatically  eliminated  by 
combining  with  each  of  the  resistance  coils  proper,  which  are  made  of  platinum- 
silver  or  some  other  alloy  possessing  a  small  temperature-coefficient,  a  compensating 
coil  of  copper  or  platinum  having  a  large  coefficient.  The  resistance  of  the  compen- 
sating coil  is  adjusted  so  that  its  change  of  resistance  per  degree  is  equal  to  that  of 
the  coil  it  is  intended  to  compensate,  while  its  actual  resistance  at  any  temperature 
is  much  smaller,  the  ratio  of  the  resistances  being  inversely  as  the  temperature- 
coefficients.  Each  compensator  is  placed  in  the  box  in  close  proximity  to  the  coil  it 
is  intended  to  compensate,  so  as  to  be  always  at  the  same  temperature,  but  coil  and 
compensator  are  connected  on  opposite  sides  of  the  bridge-wire,  so  that  the  balance 
,  depends  only  on  their  difference,  which  remains  constant  for  any  change  of  tempera* 
ture,  provided  that  the  adjustment  has  been  properly  effected.  The  advantage  of  the 
method  lies  in  the  fact  that  this  adjustment  can  be  miide  with  extreme  accuracy,  by 
testing  coil  and  compensator  together  over  the  required  range  of  temperature  before 
they  are  connected  in  their  places  in  the  box.  But  the  method  has  not  come  into 
general  use,  partly  on  account  of  the  labour  involved  in  the  adjustment  of  the  coils, 
and  also  in  part  owing  to  the  discovery  shortly  afterwards  of  manganin  and  other 
alloys  of  small  temperature-coefficient,  which  are  fairly  satisfactory  for  ordinary  work 
though  inferior,  in  my  opinion,  to  the  compensation  method  for  work  of  precision 
The  objections  to  manganin,  for   instance,  are — (1)   That   it   cannot  be   perfectly 

*  The  details  of  the  construction  and  comparison  of  the  Clark  and  cadmium  cells  employed  are 
fluflSciently  described  in  the  *  Proc.  Roy.  Soc.,*  1897,  vol.  62,  p.  117,  and  by  Dr.  Barnes,  Section  3a,  p.  159. 
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annealed  after  winding,  and  that  its  resistance  is  consequently  liable  to  change  for 
some  time.  (2)  That  the  temperature-coeflScients  of  different  specimens  are  often 
different,  and  vary  for  different  sizes  according  to  the  method  of  annealing,  so  that  it 
is  desirable  to  test  the  temperature-coeflScient  of  each  coil  in  the  box,  and  to  apply 
the  corrections  separately  in  the  most  accurate  work.  (3)  That  the  temperature 
correction  cannot  be  satisfactorily  applied,  as  there  is  generally  some  hysteresis  in  the 
change  of  resistance  with  temperature,  and  the  values  of  the  resistances  depend  to 
some  extent  on  previously  existing  conditions  of  temperature.  (4)  That  it  cannot  be 
hard  soldered  without  burning,  and  that  soft  solder  connections  to  manganin  are 
frequently  found  to  be  defective,  imless  they  have  been  most  careftiUy  made. 
(5)  That  it  is  liable  to  corrosion  if  exposed  to  damp  or  gas  fumes,  although  the  usual 
coating  of  sheUac  is  sufficient  protection  in  most  cases.  These  defects  have  been 
noted  by  other  observers,  notably  by  Harker  and  Chappuis,  who  employed  a  box 
with  manganin  coils  in  their  recent  comparison  of  the  platinum  and  gas- thermometers 
The  majority  of  other  alloys  of  this  class  are  inferior  to  manganin  in  constancy ;  they 
are  also  frequently  objectionable  {e.g.^  "  constantan ")  on  account  of  their  great 
thermoelectric  power,  which  produces  inconvenient  disturbances  if  the  temperature  ot 
the  box  is  not  imiform.  The  advantage  of  platinum-silver  lies  in  the  perfection  with 
which  it  may  be  annealed,  and  in  the  absence  of  lag  or  change  when  properlj* 
annealed. 

If  uncompensated  coils  of  platinum-silver  are  used,  it  is  necessary  to  keep  them  in 
an  oil-bath  to  secure  sufficient  certainty  of  temperature.  It  is  also  desirable  to 
employ  a  thermostat  for  regulating  the  temperature  of  the  oU-bath,  and  a  stirrer  for 
keeping  the  temperature  uniform  throughout.  This  adds  considerably  to  the  cumber- 
someness  and  expense  of  the  apparatus,  and  to  the  difficulty  of  using  it.  It  is  reaUy 
simpler  in  the  end  to  use  compensated  coils,  as  the  individual  temperature-coefficients 
of  the  coils  must  otherwise  be  determined  and  corrected  separately,  at  least  for  work 
of  the  highest  accuracy. 

The  first  apparatus  constructed  on  this  prmciple  was  made  in  1887,  shortly  before 
applying  for  the  patent,  and  was  figured  in  the  specification.  All  the  parts  of  this 
apparatus  were  made  interchangeable  in  pairs,  by  an  extension  of  the  Carey-Foster 
principle,  with  a  view  to  facilitate  testing  and  calibration.  There  were  two  exactly 
similar  bridge-wires,  each  a  metre  long,  and  three  pairs  of  compensated  coils,  which 
could  be  inserted  singly  or  in  series,  with  resistances  on  the  binary  scale  equal  to  1,  2, 
and  4  times  that  of  either  bridge- wire.  The  platinum-thermometers  were  also  made 
in  pairs,  after  the  pattern  described  and  figured  in  the  *  Phil.  Trans.,'  A,  1890,  but 
were  generally  contained  in  separate  tubes,  which  greatly  facilitated  construction, 
and  permitted  them  to  be  used  differentially  by  a  simple  change  in  the  connections  of 
the  bridge.  In  the  instrument  used  for  the  boiling-point  of  sulphur  {loc.  cit.)  it  was 
necessary  to  have  both  thermometers  in  the  same  tube.  This  construction  was  also 
adopted  in  1887  for  comparison  coils  in  which  it  was  necessary  that  both  wires  should 
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be  accurately  at  the  same  mean  temperature.  The  necessary  changes  of  connection 
were  effected  by  means  of  mercury  cups  and  thick  copper  connectors,  similar  to  those 
employed  for  standard  resistance  coils.  The  mercury  cups  were  made  by  boring 
suitable  holes  in  a  flat  plate  of  ebonite,  to  the  under  side  of  which  thick  copper  plates 
were  screwed,  the  joint  being  made  mercury  tight  with  a  thin  sheet  of  rubber. 

The  apparatus  above  referred  to  was  first  used  for  some  determinations  of  the 
linear  expansion  of  standard  yards  at  the  Standards'  Office  in  1887.  It  was  subse- 
quently employed  by  Dr.  A.  S.  Lea,  F.E.S.,  and  Dr.  W.  H.  Gaskell,  F.K.S.,  and 
later  by  Dr.  Rolleston,  in  some  physiological  experiments  on  the  heat  produced  in 
muscle  and  nerve  by  electrical  and  other  stimuli.  For  this  purpose  a  very  delicate 
pair  of  differential  thermometers  were  constructed  of  '001 -inch  wire  wound  on  mica, 
weighing  a  few  milligrammes  each,  and  sensitive  to  the  ten-thousandth  of  a  degree  C 
One  of  these  thermometers  was  described  and  figured  in  the  specification  (No.  14,509, 
1887).  This  apparatus  is  still  in  the  possession  of  the  Physiological  Laboratory, 
Cambridge. 

The  chief  defect  of  the  original  form  of  apparatus  was  the  uncertainty  of  the 
temperature  correction  of  the  platiniun-silver  bridge-wire  owing  to  its  length.  In 
making  a  new  form  of  apparatus  in  October,  1890,  bridge- wires  of  manganin 
were  employed,  annealed  at  a  red  heat  in  coal  gas.  The  pair  of  bridge-wires  could  be 
very  accurately  calibrated  throughout  their  length  by  the  Carey-Foster  method,  but 
owing  to  the  trouble  of  determining  and  applying  the  bridge-wire  correction,  it  was 
eventually  decided  to  use  a  bridge-wire  of  low  resistance  in  conjunction  with  a  larger 
number  of  resistance  coils.  It  also  proved  to  be  unnecessary  in  practice  to  make  all 
the  coils  interchangeable  in  pairs,  provided  that  the  ratio  coils  were  tested  for  equality 
of  temperature-coefficient.  In  this  case,  it  was  sufficient  to  calibrate  the  bridge- wire 
and  resistances  by  a  method  of  substitution,  which  was  much  simpler  than  the 
Carey-Foster  method.  Apparatus  constructed  on  this  principle  was  described  in  the 
'  Phil.  Mag.,'  July,  1891,  and  figured  in  the  patent  specification  (No.  5342,  1891).  As 
the  resistance  coils  were  no  longer  required  to  be  interchanged,  they  were  permanently 
connected  to  the  copper  plates  in  a  single  box  instead  of  being  connected  to  copper 
rods  in  separate  boxes  like  standard  coils.  The  mercury  cups,  however,  were  still 
retained,  in  preference  to  plugs  for  short  circuiting  the  resistance  coils  in  accurate 
work,  and  were  constructed  precisely  as  originally  described.  The  simplification 
consisted  in  connecting  the  resistance  coils  permanently  in  series,  and  using  simple 
bridges  of  thick  copper  connected  in  pairs  for  short-circuiting  each  resistance  coil 
and  its  compensator  simultaneously. 

The  particular  resistance  box  employed  in  this  investigation  is  shown  in  the 
accompanying  fig.  2.  It  was  made  to  my  designs  by  the  Instrument  Company, 
Cambridge,  at  the  beginning  of  1893,  but  I  had  personally  to  undertake  the  delicate 
work  of  compensating  and  adjusting  the  resistance  coils.  It  contained  9  resistance 
coils.  A,  B,  C,  D,  Ac,  on  the  binary  scale,  ranging  from  25G0  to  10  units,  constructed 
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of  platinum-silver  annealed  at  a  red  heat,  and  compensated  with  similarly  annealed 
platinum.  The  box  measured  15"  X  6 '5''  X  3*5''.  The  bridge- wire  was  of  platinum- 
silver,  nearly  34  centims.  long,  but  only  5  centims.  on  either  side  of  the  middle 
were  actually  used  in  the  measurements.  The  scale  was  of  brass,  divided  by 
Troughton  and  Simms  to  half  millimetres,  with  a  vernier  reading  to  a  hundredth  of 
a  millimetre.  To  secure  this  order  of  accuracy  in  the  readings,  the  contact  piece, 
consisting  of  a  short  length  of  the  same  platinum-silver  wire  with  a  nearly  sharp 
edge,  was  rigidly  fixed  to  the  sliding  piece  carrying  the  vernier.  The  bridge-wire 
was  stretched  at  such  a  height  as  to  clear  the  contact  edge  by  about  "01  inch,  and 
contact  was  effected  by  pressing  down  the  bridge-wire  on  to  the  contact  wu^e  by 
means  of  an  india-rubber  finger.  This  finger  was  provided  with  a  screw  adjustment, 
so  that  the  contact  could  be  set  and  held  at  any  desired  point.     To  keep  the  tension 
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Fig.  2.    Compensated  Eesistance  Box. 

of  the  bridge-wire  constant,  which  is  most  important  in  accurate  work,  the  wire  was 
stretched  between  parallel  bars  of  brass  and  iron  in  an  intermediate  position  corre- 
sponding approximately  to  its  coeflScient  of  expansion.  Connection  was  made  to  the 
galvanometer  through  a  similar  wire  stretched  parallel  to  the  bridge-wire,  in  order  to 
eliminate  thermal  effects  at  the  sUding  contact.  All  the  connecting  wires  throughout 
the  box  were  accurately  paired  and  compensated,  and  the  thermometer  connections 
were  made  by  means  of  mercury  cups  at  PP'  CC.  Screw  terminals  were  used  in  the 
galvanometer  and  battery  circuits  only,  where  changes  of  resistance  are  immaterial. 
The  ratio  coils  were  adjusted  to  equality  by  the  method  of  interchanging,  and  were 
tested  and  compensated  for  equaUty  of  temperature- coefficient  before  being  fixed  in 
their  places  in  the  box.  They  were  not  wound  up  together,  as  is  usual  in  apparatus 
of  this  class,  but  were  merely  fixed  side  by  side,  as  it  is  most  important  to  secui-e  the 
most  perfect  insidation  of  the  ratio  coils  for  delicate  differential  work. 
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The  box  was  originally  intended  for  working  chiefly  with  thermometers  of  pure 
platinum  having  a  zero  resistance  equal  to  the  largest  coil,  i.e.,  2560  box-unit6,  and  a 
fundamental  interval  of  1000  box-units,  or  nearly  10  ohms.  This  gave  a  very 
convenient  scale  of  10  centims.  of  the  bridge- wire  to  the  degree,  and  made  it  possible 
to  take  readings  to  the  ten-thousandth  part  of  a  degree.  Thermometers  of  double 
the  resistance,  having  a  scale  of  20  centims.  to  the  degree,  were  employed  for  some 
differential  work,  e.g.,  for  demonstrating  the  lowering  of  the  melting  point  of  ice  due 
to  one  atmosphere  of  pressure  ('0075°  C.)  at  the  May  Soiree  of  the  Royal  Society  in 
1893,  where  this  box  was  first  exhibited.  But  for  ordinary  temperature  measure- 
ments, unless  the  insulation  were  extremely  perfect,  it  was  found  that  very  little 
could  be  gained  in  point  of  accuracy  by  going  beyond  10  ohms  for  the  fundamental 
interval.  For  the  boiling-point  of  sulphur,  a  fiindamental  interval  of  5  ohms  was 
found  to  be  preferable  ;  and  1  or  2  ohms  for  higher  temperatures  where  the  insulation 
was  necessarily  less  perfect  and  the  conditions  less^  steady.  As  the  portion  of  the 
bridge-wire  actually  utilised  never  exceeded  5  centims.,  and  averaged  only  2*5  centims., 
or  ^  of  a  degree,  it  was  seldom  necessary  to  take  any  account  of  the  calibration 
correction  of  the  bridge- wire,  the  errors  of  which  proved  to  be  less  than  one  part  in 
500,  or  one  two-thousandth  part  of  a  degree,  without  correction.  In  the  best 
mercury  thermometers  it  is  unusual  to  calibrate  closer  than  2°  intervals,  and  the 
corrections  are  necessarily  uncertain  to  two  or  three  thousandths,  even  if  the  inter- 
polation formulae  can  be  trusted  to  one  part  in  a  thousand,  which  is  very  doubtfiiL  It 
is  easy  to  see  how  great  is  the  advantage  of  the  platinum-thermometer  in  point  of 
ease  and  accuracy  of  calibration. 

The  comparison  of  the  9  coils  of  the  resistance  box,  which  were  arranged  on  the 
binary  scale,  could  be  carried  out  and  the  relative  values  calculated  in  less  than  an 
hour.  The  peculiar  advantages  of  the  binary  scale  for  this  purpose  are  fi^equently 
misunderstood  or  misrepresented.  The  most  important  of  these  advantages  are  : 
(1)  That  a  given  resistance  can  be  represented  only  by  one  particular  combination  of 
coils,  so  that  there  can  never  be  any  doubt  as  to  which  combination  was  employed 
for  any  given  reading ;  (2)  That  the  least  possible  number  of  separate  coils  are 
required,  and  that  the  complete  calibration  requires  the  least  possible  number  ot 
readings,  and  can  be  effected  in  the  least  possible  time.  It  is  often  urged  as  an 
advantage  of  less  simple  and  symmetrical  arrangements,  that  each  resistance  can  be 
made  up  in  a  great  variety  of  ways,  which  act  as  checks  in  case  of  doubt ;  and  that 
the  relative  values  of  the  coils  can  be  compared  in  a  number  of  different  combinations, 
so  that  several  equations  can  be  obtained  for  evaluating  each  resistance.  This  is,  no 
doubt,  an  advantage  in  cases  where  the  accuracy  of  calibration  depends  on  micrometric 
estiifaationy  as  in  calibrating  a  mercury-thermometer.  But,  if  a  good  galvanometer  is 
available,  the  accuracy  of  comparison  of  resistances  is  not  limited  in  this  way.  We 
may,  therefore,  fairly  consider  the  disadvantage  of  the  excessive  expenditure  of  time 
in  the  observations  and  calculations ;  moreover,  the  risk  of  error  due  to  changes  of 
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condition  or  temperature,  which  is  the  really  important  point  to  be  considered  in 
work  of  this  kind,  is  increased  by  the  greater  complexity  and  want  of  symmetry  of 
the  system  of  comparison.  Examples  of  the  calibration  of  this  box  on  the  binary 
method  are  given  by  Barnes,  p.  187. 


(19.)  Heating  of  the  Thermometers  by  tlie  Measuring  Current. 

It  is  generally  assumed  in  the  construction  and  use  of  apparatus  for  comparing 
standard  resistance  coils,  that  the  conditions  of  greatest  sensitiveness  are  obtained 
when  the  resistance  of  the  ratio  arms  is  equal  to  that  of  the  resistances  to  be 
compared.  This,  however,  is  certainly  not  the  case  in  platinum-thermometry,  and 
seldom  in  other  cases,  unless  the  heating  of  the  resistances  by  the  measuring  current 
can  be  safely  neglected.  In  platinum-thermometry  the  heating  of  the  thermometer 
by  the  current  is  the  limiting  consideration  which  determines  the  amount  of  power 
available  for  the  test.  For  a  given  rise  of  temperature  with  a  given  thermometer 
the  current  must  not  exceed  a  certain  value,  e.g.,  about  a  hundredth  of  an  ampere 
for  a  rise  of  temperature  of  a  hundredth  of  a  degree,  with  an  average  platinum- 
thermometer  of  -006"  wire  ('Phil.  Trans.,'  A,  1887,  p.  184).  With  this  limiting 
condition  it  is  easy  to  see  (1)"  that  if  the  ratio  coils  are  in  parallel  with  the 
thermometer,  the  sensitiveness  is  doubled  by  making  the  ratio  coils  very  small ; 
(2)  that  if  the  ratio  coils  are  in  series  with  the  thermometer,  the  sensitiveness  is 
doubled  by  making  the  ratio  coils  as  large  as  possible.  In  every  case  it  is  necessary, 
in  order  to  secure  accurate  compensation  for  the  variation  of  the  leads,  that  the  ratio 
coils  should  be  equal,  and  that  the  bridge-wire  should  be  inserted  in  the  circuit 
between  the  thermometer  and  the  adjustable  balancing  coils.  The  arrangement  (2) 
with  the  ratio  coils  in  series  with  the  thermometer,  involves  leading  the  battery 
current  in  through  the  bridge- wire  sliding  contact,  which  is  generally  unadvisable  on 
account  of  possible  disturbance  produced  by  variation  of  resistance  at  the  contact,  or 
by  breaking  the  circuit  to  readjust.  The  first  arrangement  is  therefore  generally 
adopted,  and  some  advantage  is  gained  in  this  case  by  making  the  resistance  of  the 
ratio  coils  considerably  smaller  than  that  of  the  thermometers,  provided  that  they 
are  not  made  so  small  as  to  be  appreciably  heated  when  the  working  current  is 
passed  through  the  thermometer.  In  this  particular  box  the  ratio  coils  had  a 
resistance  of  6*4  ohms,  or  about  a  quarter  of  the  normal  thermometer  at  0°  C. 
They  were  each  constructed  of  two  '008"  platinum-silver  wires  in  parallel,  and 
adjusted  for  equality  of  temperature-coeflScient.  With  a  working  current  of  '002 
ampere  through  a  25*6  ohm.  thermometer  constructed  of  '004"  wire,  the  heating 
effect  in  the  thermometer  would  be  nearly  a  thousandth  of  a  degree,  and  the  current 
through  the  ratio  coils  would  be  nearly  one-hundredth  of  an  ampere,  which  would 
not  produce  any  material  rise  of  temperature. 
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In  differential  work  it  is  seldom  necessary  to  take  any  account  of  current  heating 
of  the  thermometers,  unless  the  difference  of  temperature  is  considerable,  or  the 
thermometers  are  very  differently  situated.  With  a  single  thermometer,  it  is 
desirable  to  measure  the  heating  effect  occasionally,  especially  if  a  galvanometer  of 
suitable  sensibility  is  not  available,  or  an  excessive  current  is  employed  for  any  other 
reason.  The  simplest  method  of  determining  the  rise  of  temperature  due  to  the 
current  in  any  case  is  to  use  two  similar  cells  of  low  resistance,  preferably  storage 
cells,  which  can  be  connected  in  series  or  parallel  by  changing  a  switch.  The  normal 
measurements  are  effected  with  the  cells  in  parallel.  On  putting  the  cells  in  series, 
the  current  through  the  thermometer  is  very  nearly  doubled,  and  the  heating  effect 
is  nearly  quadrupled,  provided  that  it  is  small.  The  correction  for  current  heating  is 
obtained  by  subtracting  from  the  first  reading  one-third  of  the  difference  between  the 
two  readings.  I  have  used  this  method  in  all  accurate  work  for  the  last  ten  years, 
and  it  appears  to  be  worth  recording,  as  there  is  some  conflict  of  opinion  with  regard 
to  the  proper  method  of  procedure.  Harker  and  Chappuis  measured  the  heating 
effect  of  the  current  on  one  of  their  thermometers  at  0°  C,  and,  assuming  that  the 
effect  would  vary  as  the  watts  expended  on  the  coil,  they  adjusted  the  external 
resistance  in  the  battery  circuit  so  as  to  give  always  the  same  watts  in  the  coil  at 
different  temperatures.  This  is  not  quite  correct,  since  the  cooling  effect  of 
conduction  and  convection-currents  of  air  in  the  tube  increases  nearly  in  proportion 
to  the  absolute  temperature.  The  effect  of  radiation  also  becomes  important  at  high 
temperatures,  and  the  cooling  is  then  more  rapid.  If,  therefore,  the  watts  are  kept 
constant,  the  heating  effect  will  diminish  as  the  temperature  rises,  and  a  small 
systematic  error  will  be  produced.  Assuming  that  the  rate  of  cooling  increases  as 
the  absolute  temperature  ^,  and  that  the  watts  are  kept  constant,  the  heating  effect 
at  any  temperature  9  is  27Sh/6,  where  h  is  the  heating  effect  in  degrees  of 
temperature  at  0°  G.  It  is  easy  to  see  that  the  corresponding  systematic  error  in  the 
temperature  t  on  the  centigrade  scale,  would  be  approximately  ht{t— 100)/373(^+273). 
In  the  case  described  by  Harker  and  Chappuis  ('  Phil.  Trans.,'  A,  1900,  p.  62),  the 
heating  at  0°  C.  was  -014°  C.  The  systematic  error  at  50°  C.  would  be  only  •0003^ 
and  at  445°  C.  only  008°. 

A  better  rule  is  to  keep  the  current  through  the  thermometer  constant.  In  this 
case  the  heating  effect  is  nearly  constant,  since  the  resistance  of  the  thermometer 
increases  very  nearly  as  fast  as  the  rate  of  cooling,  i.e.,  a  little  faster  than  the 
absolute  temperature.  In  this  case  it  is  evident  that  the  error  would  be  negligible, 
even  if  the  heating  effect  at  0°  C.  were  as  large  as  a  hundredth  of  a  degree.  In  any 
case,  provided  that  a  galvanometer  of  suitable  sensibility  is  used,  the  error  due  to  the 
heating  effect  wiU  be  practically  negligible,  even  if  no  account  is  taken  of  it,  t.e.,  if 
the  resistance  in  the  external  battery  circuit  is  kept  constant.  It  is  assumed,  of 
course,  that  the  current  is  kept  flowing  through  the  thermometer  continuously,  so 
that  the  heating  effect  is  steady.     Some  writers  have  advised  keeping  the  circuit 
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closed  for  the  shortest  possible  time.  This  method  shoidd  never  be  used  in  accurate 
work.  Other  writers  have  apparently  found  more  serious  difficulties,  and  appear  to 
have  considered  that  the  heating  effect  was  fatal  to  accurate  work.  This  view  has 
arisen  merely  from  the  use  of  unsuitable  apparatus  or  faulty  arrangements. 


(20.)  Ice-point  Apparatus. 

In  accurate  work  the  heating  effect  should  never  exceed  a  hundredth  of  a  degree, 
and  the  correction  can  be  readily  applied  if  required,  in  case  the  current  through  the 
thermometer  is  not  kept  constant.  It  is  possible,  however,  to  obtain  consistent 
results,  even  if  the  heating  effect  amounts  to  several  tenths  of  a  degree,  provided 

that  the  conditions  are  steady,  and  that  the  heat  gener- 
ated is  not  allowed  to  accumulate.  This  condition  is 
generally  satisfied  in  a  bath  of  saturated  steam  or  vapour, 
or  in  a  well-stirred  bath  of  liquid,  but  not  at  the  freezing 
or  melting  point  of  a  bad  conductor.  Errors  due  to 
variation  of  the  heating  effect  are  most  common  in 
observing  the  ice-point.  The  density  of  the  water  at 
this  point  is  nearly  constant,  so  that  the  convection 
currents  are  feeble,  and  the  thermometer,  if  the  current 
is  excessive,  or  if  there  is  considerable  conduction  of  heat 
along  the  stem,  as  in  the  case  of  thick  porcelain  tubes, 
may  become  surrounded  by  a  layer  of  water  at  a 
temperature  appreciably  above  the  freezing-point.  Some 
advantage  is  gained  in  this  case  by  employing  a  stirrer 
to  make  the  water  circidate  vigorously  through  the  ice. 
For  this  purpose  I  devised  the  following  apparatus, 
which  proved  very  useful  for  investigating  the  heating 
effects  of  large  currents  at  the  freezing-point,  where 
accurate  results  could  not  be  obtained  by  merely  sur- 
rounding the  thermometer  with  ice.  The  apparatus 
consists  of  two  concentric  cylindrical  vessels.  The  ther- 
mometers are  placed  in  the  inner  vessel.  The  whole 
apparatus  is  filled  with  melting  ice,  with  enough  water 
from  previously  melted  ice  to  fill  up  the  interspaces. 
The  bottom  and  top  of  the  inner  vessel  are  fitted  with 
gauze  strainers  to  prevent  circidation  of  the  ice.  The 
water  is  caused  to  circulate  through  the  ice  by  means  of  a  centrifugal  stirrer  below 
the  middle  of  the  inner  vessel,  worked  by  a  shaft  passing  up  through  the  centre  of 
the  apparatus.  The  thermometers  should  be  deeply  immersed,  if  they  have  thick 
tubes,  or  copper  or  silver  leads,  in  order  to  minimise  the  effect  of  conduction  along 


Fig.  3.     Ice-point  Apparatus. 

A,  gauze-covered  apertures ; 
B,  outer  vessel;  C,  inner 
vessel;  D,  shaft  of  stirrer; 
E,  gauze  strainer;  F,  lagg- 
ing ;  G,  thermometer;  H,  ice ; 
J,  stirrer  blades. 
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the  stem.  It  is  probable  that  a  similar  method  would  give  the  most  accurate 
results  in  all  cases,  but  if  the  current  heating  is  small  its  variation  may  generally 
be  neglected,  so  that  no  special  apparatus  is  required. 

(21.)  Insulation  of  Thermometers. 

Defective  insulation  due  to  moisture  condensed  in  the  tubes  is  sometimes  a  source 
of  error  in  accurate  work  at  the  ice-point  with  thermometers  of  high  resistance, 
if  the  tubes  are  not  sealed.  To  avoid  this,  the  instnunents  may  be  fitted  with  a 
small  inner  tube  leading  to  the  bottom,  through  which  dry  air  may  be  forced 
occasionally.  A  better  plan,  which  I  first  adopted  in  1893,  for  accurate  work  at 
low  temperatures,  is  to  seal  the  platinum  leads  through  the  glass  so  that  the  whole 
thermometer  is  air-tight.  In  this  case  the  platinum  leads  may  conveniently 
terminate  in  glass  cups,  and  may  be  connected  to  the  external  leads  by  mercury  or  by 
fusible  alloy,*  as  indicated  in  fig.  4.     If  the  tubes  are  made  of  lead-glass,  there  is  no 


Fig.  4.     Hermetically-sealed  Thermometers. 
B,  brass  tube;  C,  compensator;  D,  plaster  of  Paris;  G,  glass  tube;  M,  mica  discs;  P,  pyrometer  leads. 

difficulty  in  fiising  the  four  leads  through  the  tube.  The  joint  will  even  stand 
sudden  exposxu^e  to  high-pressure  steam  without  cracking,  if  properly  annealed.  All 
the  thermometers  employed  in  my  experiments  on  the  temperatures  of  steam  in  the 
cylinder  of  a  steam-engine  (*Proc.  Inst.  C.E./  November,  1897),  were  made  in  this 
manner  in  order  to  make  the  joint  perfectly  steam-tight  at  high  pressures.  The 
method  cannot  be  applied  to  porcelain  tube  pyrometers,  but  in  this  case  the  employ- 
ment of  a  high  resistance  is  out  of  the  question  for  other  reasons.  I  recommended 
hermetic  sealing  for  the  Kew  thermometers  (*  Nature,'  October,  1895),  but  it  was 
not  adopted,  as  the  instruments  were  of  low  resistance,  intended  primarily  for  high 
temperature  work.  With  such  an  instrument  it  is  easy,  as  the  recent  report  of 
the  Kew  Observatory  shows  ('  Proc.  Roy.  Soc.,'  November,  1900),  to  obtain  an  order 
of  accurac}'^  of  a  hundredth  of  a  degree  on  the  fundamental  interval,  which  is  aU 
that  is  required  for  work  at  high  temperatures;  but  it  would  be  imreasonable  to 
expect  to  be  able  to  work  to  the  thousandth  of  a  degree,  except  under  the  best 
conditions,  with  the  most  perfect  apparatus  and  the  most  skilful  observers. 

*  I  originally  employed  common  solder,  but  the  fusible  alloy,  first  suggested  by  Griffiths,  appears  to 
make  a  good  connection  and  is  more  easily  managed^  though  it  could  not  be  used  in  the  steam-engine 
experiments. 
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(22.)  Differential  Measureme*nts. 

The  only  thermometric  measurement  requiring  the  highest  accuracy  in  the  present 
investigation  was  tlie  difference  of  temperature  between  the  inflowing  and  outflowing 
water  at  the  two  ends  of  the  calorimeter.  As  this  difference  was  obtained  by  a 
single  reading  of  a  pair  of  differential  thermometers,  all  the  minor  errors  and 
corrections  were  practically  eliminated.  Further,  as  there  was  no  particular 
advantage  to  be  gained  by  observing  the  fundamental  interval  with  greater  pro- 
portionate accuracy  than  the  differential  measurement,  many  special  precautions, 
such  as  measuring  the  current  heating,  or  keeping  the  current  constant,  were 
rendered  superfluous.  For  the  same  reason  it  was  unnecessary  to  secure  the  highest 
possible  accuracy  in  the  comparison  of  the  coils  of  the  box  (as  only  a  few  of  the 
smallest  were  used  for  the  differential  measurement),  and  no  attempt  was  made  to 
keep  the  temperature  of  the  box  approximately  constant  (to  minimise  possible  errors 
due  to  imperfect  compensation,  or  variation  of  temperature),  although  such  pre- 
cautions would  naturally  be  adopted  in  many  other  investigations.  It  was  suflScient 
to  make  sure  that  the  vernier  was  correctly  set  and  read,  and  that  the  sensitiveness 
of  the  galvanometer  was  suitable  for  the  differential  measurement. 

The  galvanometer  employed  in  this  investigation  was  specially  made  for  the  work 
by  Messrs.  Nalder  Bros.,  to  my  order,  in  1896.  It  was  an  astatic  instrument, 
with  four  small  coils  of  5  ohms  each.  It  had  a  fairly  small  and  light  magnet  system, 
and  a  light  plane  mirror  about  4  millims.  in  diameter,  and  was  fitted  with  a  long 
silk  suspension,  and  a  symmetrical  system  of  control  magnets  above  and  below. 
The  suspension  might  have  been  more  delicate,  and  the  magnet  and  mirror  system 
lighter,  with  a  smaller  moment  of  inertia,  but  as  the  sensitiveness  proved  to  be 
ample  for  the  purpose,  no  alterations  were  made.  The  most  important  point  for  our 
work  was  the  astaticism  of  the  magnets.  It  was  quite  impossible  to  work  with  a 
sensitive  non-astatic  galvanometer  owing  to  disturbance  from  the  electric  railway. 
But  the  astatic  instruments,  if  properly  adjusted,  were  very  little  affected.  It  was 
necessary  to  keep  the  time  of  swing  short  to  secure  suflScient  rapidity  of  observation, 
but  even  with  this  restriction  there  was  no  difficulty  in  adjusting  the  galvanometer 
to  give  a  deflection  of  four  or  five  scale-divisions  for  a  thousandth  of  a  degree  with  a 
current  of  about  one  two-hundredth  of  an  ampere  through  the  thermometers.  The 
deflections  were  observed  with  a  microscope  carrying  a  fine  scale  and  a  micrometer 
eye-piece.  No  attempt  was  made  to  adjust  the  contact  to  the  exact  balance  point. 
It  was  merely  set  to  the  nearest  millimetre  division  of  the  bridge-wire,  and  the 
galvanometer  deflection  observed  on  reversing  the  battery  current.  The  exact 
balance  reading  could  be  easily  calculated  from  this  by  observing  the  deflection  per 
millimetre  of  the  bridge- wire,  which  remained  fairly  constant.  The  mean  temperature 
difference  was  worked  out  to  the  ten-thousandth  of  a  degree.  It  appears  probable 
from  the  observations  that  the  error  very  rarely  amounted  to  as  much  as  one  two- 
thousandth  of  1^  on  a  rise  of  temperature  of  8°. 
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(23.)  Reduction  of  Results  to  the  Hydrogen  Scale. 

A  most  important  factor  in  the  variation  of  the  specific  heat  of  water,  as  Rowland 
was  the  first  to  point  out,  is  the  correction  to  the  absolute  scale  of  the  readings  of  the 
particular  thermometer  employed  in  the  research.  In  the  present  case,  the  tempera- 
ture observations  were  taken  with  platinimi-thermometers  of  standard  wire,  and  were 
approximately  reduced  to  the  absolute  scale  by  the  diflference-formula, 

^  -  pt  =  d^  (i  -  100)/1 0,000 (1). 

The  recent  observations  of  Messrs.  Harker  and  Chappuis  ('Phil.  Trans.,'  A, 
1900)  with  a  constant-volume  nitrogen  thermometer  have  confirmed  my  conclusion 
that  a  formula  of  this  type  represents  the  deviation  of  the  platinum-thermometer 
from  the  absolute  scale  within  the  limits  of  error  of  observation  over  the  range  0° 
to  600°  C.  A  similar  conclusion  follows  from  the  comparison  by  Griffiths  (*  Phil. 
Trans.,'  1893)  and  by  Waidner  and  Mallory  ('  Phil.  Mag.,'  July,  1899)  of  mercury- 
thermometers  standardized  at  the  International  Bureau  with  platinum-thermometers 
fi:om  0^  to  25°,  and  from  0°  to  50°. 

The  value  of  the  difierence-coefficient  d  in  this  formula  was  assumed  to  be  1  '50 
from  the  mean  of  a  number  of  observations  taken  at  different  tunes  with  different 
samples  of  the  wire.  The  thermometers  themselves  were  not  directly  tested,  as  the 
variation  of  the  difference-coefficient  for  different  specimens  of  the  pure  wire  is  in 
nearly  all  cases  less  than  the  probable  error  of  a  single  determination.  The 
particular  sample  of  wire  employed  for  thermometers  E,  on  which  most  of  the 
results  depend,  was  tested  by  Mr.  Tory  (*  Phil.  Mag.,'  1900)  by  comparison  with  the 
original  standard  wire  from  which  it  was  drawn,  and  found  to  be  identical. 

The  limits  of  variation  of  the  difference-coefficient  for  pure  platinum  wire,  as 
tested  by  competent  observers,  assuming  the  normal  boiling-point  of  sulphur  to  be 
444°'53  C,  on  the  scale  of  the  constant-pressure  air-thermometer,  is  only  1*49  to 
1*51,  The  greater  part  of  this  variation  is  probably  due  to  errors  of  observation 
and  differences  of  annealing.  A  variation  of  0*01  in  the  value  of  d  would  affect 
the  specific  heat  of  water  by  only  1  part  in  10,000  at  0°  or  at  100°  C,  and  by  much 
less  at  intermediate  points  of  the  range.  If  we  had  assumed  the  boiling-point  of 
sulphur  to  be  445°-27  C.,*  as  found  by  Barker  and  Chappuis  with  a  constant- 
volume  nitrogen- thermometer,  the  value  of  d  woidd  have  to  be  increased  to  1*54, 
which  would  increase  the  values  of  the  specific  heat  of  water  by  only  4  parts  in 
10,000  at  0°  C,  and  by  2  in  10,000  at  25°  C.  The  difference  in  the  above  values  of 
the  boiling-point  of  sulphur  may  possibly  be  explained  as  due  to  a  real  difference  in 

*  Chappuis  has  recently  (*Phil.  Mag.,'  1902)  accepted  the  results  of  Holborn  and  Day  for  the 
expansion  of  Berlin  porcelain,  which  reduce  his  value  for  the  boiling-point  of  sulphur  to  444° '7  C. — Added 
March  11,  1902. 
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the  scales  of  the  constant- volume  and  constant-pressure  thermometers,  as  we  have  little 
direct  experimental  knowledge  of  the  relation  of  the  scales  at  these  temperatures. 
It  may  be  equally  due  to  systematic  differences  of  reduction  of  the  observations, 
as  for  instance  in  the  application  of  the  correction  for  the  expansion  of  the 
envelope  of  the  gas-thermometer.  The  correction  applied  by  Chappuis,*  obtained  by 
extrapolation  of  a  formula  deduced  from  observations  over  the  range  0°  to  100^  C, 
is  much  larger  than  similar  corrections  found  by  Callendar  and  Bedford  for  hard 
glass  and  porcelain  from  observations  over  the  range  0°  to  600°  C.  The  lower  value 
of  the  boiling-point  of  sulphur  obtained  by  Callendar  and  Griffiths  in  1890 
was  confirmed  by  Callendar  with  a  different  instrument  in  1893,  and  later  by 
EcTMORFOPOULOS.  Since  the  uncertainty  of  the  correction  for  the  expansion  of  the 
envelope  is  so  great  (Callendar,  '  Phil.  Mag.,'  December,  1899),  it  was  decided  to 
adopt  the  older  value,  which  has  been  in  use  for  10  years,  rather  than  to  attempt 
a  special  correction  based  on  the  probable  scale  difference  of  the  constant-pressure 
and  constant-volume  thermometers. 

The  uncertainty  of  this  correction  is  mainly  due  to  the  difficulties  of  gas 
thermometry.  The  scale  of  a  platinum-thermometer  constructed  of  pure  wire  is 
so  easily  and  so  accurately  reproducible,  that  it  appears  practically  certain,  as  I  have 
already  explained  at  some  length  in  a  previous  paper  ('  Phil.  Mag.,'  December,  1899), 
that  it  would  afford  a  more  convenient  standard  of  reference  than  the  hydrogen 
thermometer  for  scientific  purposes.  By  employing  a  standard  difference-formula, 
such  as  (1)  for  reduction  of  platinum  temperatures  to  the  absolute  scale,  we  should 
obtain  results  in  sufficiently  close  agreement  with  the  thermodynamical  scale  for  aU 
practical  purposes,  and  we  should  be  saved  the  trouble  and  confiision  incidental  to 
small  uncertain  corrections.  From  this  point  of  view  it  would  be  more  scientific  to 
omit  any  further  reduction  to  the  hydrogen  scale,  but  it  may  be  of  interest  to 
indicate  the  nature  and  the  probable  magnitude  of  the  correction. 

Since  the  parabolic  difference-formula  (1)  was  established  and  verified  by  means  of 
observations  with  air-  or  nitrogen-thermometers,  it  would  be  most  natural  to  assume 
that  the  scale  obtained  by  its  application  coincided  very  closely  with  that  of  the 
nitrogen-thermometer,  and  to  reduce  the  results  to  the  hydrogen  scale  by  the 
application  of  the  table  of  corrections  given  by  Chappuis,  deduced  from  the 
following  formula  for  the  difference, 

t^^tH  —  t{t^  100)  (+  6-318  +  •00889«  -  -001323^^)  X  10-«     .     .     (2). 

This  formula  has  been  applied  to  our  results  by  Gkiffiths  {'  Thermal  Measurement 
of  Energy,'  Cambridge,  1901),  who  gives  a  table  of  the  corrected  values.     But  there 

♦  Chappuis  has  recently  ('Phil.  Mag.,'  1902)  accepted  the  results  of  Holborn  and  Day  for  the 
expansion  of  Berlin  porcelain,  which  reduce  his  value  for  the  boiling-point  of  sulphur  to  444* -7  C. — Added 
March  11,  1902. 
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are  some  objections  to  be  considered.  Chappuis'  formula  (2)  refers  to  the  constant- 
volimie  nitrogen-thermometer  at  100  centims.  of  mercury  initial  pressure,  whereas 
the  difference-formula  (1)  was  obtained  with  a  constant-pressure  air-thermometer  at 
76  centims.  pressure.  Moreover,  formula  (2)  makes  the  difference  negative  between 
73*^  and  100°,  as  shown  in  the  second  column  of  Table  IV.,  so  that  the  correction  to 
the  specific  heat  would  change  from  —2  in  10,000  at  80°  to  +6  in  10,000  at  100°. 
The  negative  differences  are  of  the  same  order  as  the  probable  errors  of  the 
observations.  Chappuis  himself  considered  them  to  be  impossible,  and  gave  a 
revised  formula  for  the  mean  coefficient  of  expansion  of  nitrogen,  from  which  the 
*' corrected"  values  in  the  third  column  have  been  calculated.  He  has  since  recal- 
culated the  values  on  a  slightly  different  assumption,  namely  that  the  pressure- 
coefficient  {dp/dt)/p^^  of  nitrogen  at  an  initial  pressure  ^q  =  100  centims.,  reaches  a 
minimum  value  '0036738  at  80°  C,  and  then  remains  constant  at  all  higher  tempera- 
tures. Taking  the  fundamental  coefficient  (0°  —  100°)  as  being  -00367466,  the 
difference  of  the  scales  above  100°  C.  would  be  linear,  and  would  amount  to  '023°  per 
100°.  The  effect  of  this  assumption  between  0°  and  100°  does  not  differ  materially 
from  M.  Chappuis'  first  "  corrected  "  results. 

It  is  interesting  to  compare  Chappuis'  results  with  those  calculated  from  the 
observations  of  Joule  and  Thomson.  In  order  to  represent  the  results  of  these 
observers  more  accurately,  especially  in  the  case  of  hydrogen,  I  have  added  a  term  b  to 
their  formula,  to  represent  the  "  co-volume,"  as  in  the  later  equations  of  Hirn  and 
Van  der  Waals.     The  equation  of  Joule  and  Thomson  then  becomes 

v-.6  =  K^/p-A/6^, (3) 

which  is  practically  equivalent  for  moderate  pressures  to  the  formula  devised  by 
Clausius  to  represent  the  divergences  of  COg  from  Van  deb  Waals'  formula.  The 
differences  calculated  from  this  formula  for  nitrogen  and  hydrogen  at  constant-volume 
and  100  centims.  initial  pressure,  are  of  the  same  order  of  magnitude,  but  not  quite 
so  large,  as  the  "  corrected  "  differences  of  Chappuis.  On  the  whole  the  agreement 
appears  very  satisfactory.  It  would  have  been  stiU  closer  if  the  nitrogen-differences 
observed  by  Chappuis  in  the  second  series  of  his  observations  between  0°  and  25° 
had  not  been  raised  by  "007°  in  order  to  make  the  curve  pass  through  the  zero  point. 
(See  Callendar,  *Proc.  Phys.  Soc.,'  March,  1902,  where  the  subject  is  more  ftilly 
discussed.)  It  should  be  remarked,  on  the  other  hand,  that  the  observations  of 
Joule  and  Thomson  can  be  represented  well  within  the  limits  of  experimental  error 
by  the  formula  of  Van  der  Waals.  According  to  the  latter  formula  the  pressure  at 
constant- volume  is  a  linear  function  of  the  temperature,  and  the  differences  between 
the  scales  of  all  constant-volume  thermometers  should  be  identically  zero.  The 
evidence  of  the  experiments  of  Joule  and  Thomson  taken  alone  is  therefore  incon- 
clusive, but  it  may  be  stated  that  the  observations  of  Amagat,  Witkowski,  and 
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others  on  the  compressibility  of  gases  over  considerable  ranges  of  temperature  and 
pressure,  indicate  a  real  difference  between  the  scales,  similar  to  that  calculated  from 
the  observations  of  Joule  and  Thomson  by  the  modified  equation  (3). 

The  differences  between  the  nitrogen  and  hydrogen  scales  at  a  constant  pressure  of 
1  atmosphere  calculated  from  the  observations  of  Joule  and  Thomson  by  the  same 
equation  are  given  in  the  same  table.  In  each  case  the  difference  between  the 
hydrogen  scale,  th,  and  the  absolute  scale,  6,  is  added.  In  the  case  of  the  constant- 
pressure  thermometer  the  correction  is  larger  than  at  constant-volume,  but  there  is 
less  uncertainty  in  its  value,  as  the  results  calculated  by  different  formulae  {e.g.^  Van 
DEB  Waals  and  Clausius)  are  very  nearly  the  same. 


Table  IV. — ^Difference  between  Scales  of  Nitrogen  and  Hydrogen  Gas- 
Thermometers. 


Chapi-uis, 

Chappuis, 

Joulb-Thomson, 

Joulb-Thomson, 

formula  (2). 

corrected. 

constant-Yolume,  100  centims. 

constant-pressure,  76  centims. 

Temperature, 
Centigrade. 

t„-tk. 

tn-k. 

in-tk. 

tH-e. 

in-k. 

h-e. 

o 

10 

+  -0057 

+  •0053 

+  0030 

+  •0005 

+  ^0062 

+ •OOll 

20 

+ -0095 

+  •0087 

+  0050 

+  •0009 

+  ^0103 

+  •0019 

30 

+  •0113 

+ •oios 

+ -0065 

+  •0012 

+  0131 

+  •0024 

40 

+  •0110 

+ •Olio 

+  0073 

+  ^0013 

+  ^0143 

+  0026 

50 

+ •0086 

+ •0103 

+  ^0073 

+  •0013 

+  ^0144 

+  •0026 

60 

+  •0049 

+  ^0090 

+  •0066 

+  •0013 

+  ^0130 

+  •0025 

70 

+  •0010 

+  0069 

+  0055 

+  •0011 

+  0112 

+  0020 

80 

-0023 

+  •0045 

+ -0044 

+  •0008 

+  0083 

+  0015 

90 

-•0032 

+  0022 

+  •0025 

+  •0004 

+  •0044 

+  0008 

In  order  to  reduce  the  value  of  the  specific  heat  of  water  expressed  in  terms  of  any 
scale  of  temperature  <'  to  the  corresponding  value  expressed  in  terms  of  any  other 
scale  of  temperature  t^\  it  is  only  necessary  to  multiply  by  the  factor  dt'/dt'\  This 
factor  is  readily  obtained  if  the  formula  giving  the  relation  between  t^  and  ^'  is 
known.  For  instance,  in  order  to  reduce  from  the  platinum  scale  by  means  of  the 
difference-formula,  we  obtain  at  once  by  differentiation  of  the  formula  the  factor 


dpt/dt  =  1  +  (100  -  2^)^/10,000 


(4). 


Since  the  specific  heat  of  water  varies  so  little  from  unity,  the  correction  to  be 
added  at  any  point  may  be  taken  as  being  practically  equal  to  the  excess  of  the 
correction  factor  above  unity.  The  corrections  from  the  nitrogen  to  the  hydrogen 
scale,  obtained  by  differentiation  from  the  table  of  differences  above,  are  very  uncer- 
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tain,  and  axe  for  this  reason  given  only  to  the  nearest  part  in  10,000.     The  platinum- 
scale  correction  is  given  for  comparison  in  the  last  line  of  the  table. 


Table  V. — Corrections  (Parts  in  10,000)  to  be  added  to  reduce  the  Value  of  the 
Specific  Heat  of  Water  from  the  Nitrogen  to  the  Hydrogen  Scale. 

Temperature,  Centigrade  ....  C*  W     20**     30°     40°  50°     60°  70°  80°  90°  100° 

Chappuis,  formula (2) +6  +5+3+1      -1    -3     -4  -4  -2  +1  +6 

„         corrected +6  +4+3+1+0-1-2-2-2  -2  -2 

Joulb-Thomson,  constant-volume, 

lOOcentims +4  +3+2+1+0-0-1  -1  -2  -2  -3 

Joule-Thomson,  constant-pressure, 

TGcentims +7  +5+3+2+1-1-2  -2  -3  -4  -5 

Platinum  scale  correction  by  diiFer- 

ence-formula  (1) +150  +120  +90  +60  +30      0   -30  -60  -90  -120  -150 

It  will  be  observed  that  the  correction  in  any  case  is  very  small,  and  that  the 
uncertainty  of  the  correction  is  nearly  as  large  as  the  correction  itself  A  change  of 
nearly  1  in  1000  in  the  correction  at  100^  is  produced,  if  we  adopt  the  "  corrected" 
results  of  Chappuis  instead  of  the  table  taken  by  Griffiths.  On  the  whole,  as  the 
diflference-formula  (1)  was  obtained  by  comparison  with  a  constant-pressure  air- 
thermometer  at  76  centims.,  we  shall  probably  be  most  nearly  correct  if  we  apply  the 
corrections  calculated  from  the  observations  of  Joule  and  Thomson  for  air  under  the 
same  conditions.  The  corrections  thus  obtained  do  not  differ  materially  from  those 
applied  by  Griffiths  (they  agree  to  1  in  5000),  except  at  90®  and  100°,  where  they 
differ  by  5  and  11  in  10,000  respectively.  I  have  therefore  assumed  the  corrections 
calculated  from  Joule  and  Thomson  in  reducing  the  results  to  the  hydrogen  scale  in 
Table  XIL,  Section  37. 

The  value  1*54  for  the  difference-coefficient  already  referred  to  was  obtained  by 
Harkeb  and  Chappuis  with  a  constant-volume  nitrogen-thermometer  at  56  centims. 
initial  pressure.  The  corrections  for  this  case  can  be  calculated  from  the  observations 
of  Joule  and  Thomson  by  reducing  those  for  the  constant- volume  thermometer  given 
in  Table  IV.  in  proportion  to  the  initial  pressure,  namely,  in  the  ratio  56  to  100.  It 
happens  that  if  our  results  are  reduced  by  employing  Chappuis  and  Harker's  value 
of  the  difference-coefficient,  1  "54,  and  are  then  corrected  to  the  hydrogen  scale  by 
applying  the  correction  for  the  constant-volume  nitrogen-thermometer  at  56  centims., 
the  results  are  identical  with  those  obtained  by  using  the  difference-coefficient,  1*50, 
and  then  applying  the  correction  for  the  constant-pressure  air-thermometer.  This 
agreement,  however,  is  not  really  so  satisfactory  as  it  appeals  at  first  sight,  because, 
according  to  the  theory  on  which  it  is  based,  the  correction  to  the  hydrogen  scale 
does  not  follow  the  same  ftmction  as  the  difference-formula,  and  the  difference  in  the 
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values  of  the  coefficients  assumed,  namely,  1*50  and  1*54,  cannot  be  entirely  explained 
by  the  difference  of  the  scales  at  the  boiling-point  of  sulphur.* 


Part  IV.-^Calorimetry.  . 

(24.)  Temperature  Regulation. 

The  question  of  temperature  regulation  was  particularly  important  in  this  method 
of  calorimetry.  It  also  presented  exceptional  difficulties  on  account  of  the  form  of 
the  calorimeter,  and  the  large  range  of  temperature  to  be  covered.  The  apparatus 
employed  for  this  purpose  was  made  in  the  summer  of  1895,  and  I  spent  a  good  deal 
of  my  leisure  time  during  the  session  1895-96  experimenting  with  various  forms  of 
regulator  before  I  was  able  to  obtain  a  satisfactory  arrangement. 

On  account  of  the  extreme  length  of  the  calorimeter  (over  1  metre),  and  since  it 
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Fig.  5.    Heater,  Circulator,  and  Regulator. 
AB,  oil  bulb ;  C,  stirrer  blades ;  D,  gland ;  E,  inflow ;  F,  F,  outflow. 

was  necessary  to  have  both  the  ends  accessible  for  inserting  leads  and  thermometers, 
1  decided  to  employ  a  tube  form  of  water-jacket  open  at  both  ends  in  place  of  the 
more  usual  bath  and  stirrer.  The  most  convenient  method  of  maintaining  such 
a  jacket  at  a  constant  temperature  appeared  to  be  by  means  of  a  vigorous  water 
circulation  maintained  by  a  centrifiigal  pump.  The  apparatus  constructed  for  this 
purpose  is  shown  diagrammatically  in  fig.  5.  It  was  intended  to  serve  as  heater, 
regulator  and  circulating  pump  simultaneously.  The  annular  bulb  AB  was  filled 
with  oil,  the  expansion  of  which  actuated  a  gas  regulator  in  the  usual  manner.  The 
revolving  blades  CC  of  the  centrifugal  pump  were  connected  through  the  gland  D 
with  a  water  motor  by  means  of  a  short  piece  of  stiff  rubber  tubing.     The  circulating 

*  The  Joulb-Thomson  equation,  extrapolated  to  445",  would  make  the  constant-volume  thermometer 
read  two  or  three-tenths  of  a  degree  higher  than  the  constant-pressure  thermometer,  which  would  account 
for  the  difference  between  Chappuis'  corrected  result,  444'-7  C,  for  the  sulphur  boiling-point,  and  the 
value,  444" -63  C,  obtained  by  Callbnpar  and  OlUFFrrHS.— ^Aforf  March  11,  1902. 
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water  was  sucked  in  through  the  central  tube  E,  1  inch  in  diameter,  and  ejected 
through  the  annular  space  surrounding  the  bulb  of  the  regulator  by  the  tube  F. 
The  whole  was  mounted  on  a  large  gas  burner,  and  shielded  with  an  asbestos  screen. 

The  object  of  placing  the  regulator  bulb  inside  the  heater^  and  in  close  proximity  to 
the  pump,  was  to  secure  quickness  of  action  in  response  to  any  change  in  the  gas- 
pressure.  The  violent  stirring,  and  the  comparatively  small  capacity  of  the  heater  in 
proportion  to  the  bulb  favoured  this  result.  It  was  most  important  that  the  regulator 
should  be  very  sensitive,  and  that  there  should  be  no  forced  oscillations  of  temperature, 
because  the  jacket-temperature  determined  that  of  the  inflowing  water-supply  to  the 
calorimeter,  and  did  not  merely  affect  the  external  heat-loss.  Any  temperature 
oscillation  would  produce  a  serious  effect  on  the  results,  especially  on  the  smaller 
flows,  in  which  the  total  mass  of  water  passing,  about  250  grammes  in  15  minutes, 
was  not  very  large  compared  with  the  effective  thermal  capacity  of  the  calorimeter, 
which  was  about  50  grammes. 

When  the  regulator  was  made  suflBciently  sensitive  to  cut  off  the  gas  for  a  very 
small  change  of  temperature,  I  found  it  necessary  at  the  higher  points  of  the  range, 
where  a  large  supply  of  gas  was  required,  to  adjust  the  by-pass  so  that,  if  the 
regulator  were  cut  off,  the  temperature  would  very  nearly  reach  the  required  point. 
Forced  oscillations  could  only  be  avoided  if  the  regulator  controlled  a  very  small 
fraction  of  the  heat  supply,  acting  merely  as  a  fine  adjustment  on  the  temperature  ot 
the  system.  Under  these  conditions,  however,  when  the  total  gas-supply  was  large, 
any  small  accidental  change  in  the  gas-pressure  might  exceed  the  limits  of  control  of 
the  regulator.  A  rapid  change  in  the  quality  of  the  gas  produced  similar  effects.  It 
was  therefore  absolutely  necessary  at  the  higher  temperatures  to  keep  the  gas- 
pressure  very  constant.  The  best  forms  of  gas-governor  were  tried,  but  did  not 
prove  sufficiently  delicate.  I  therefore  fitted  up  a  large  copper  gas-holder,  delicately 
suspended  and  counterpoised  by  means  of  a  steel  tape  passing  over  a  wheel  with  ball 
bearings  so  as  to  move  with  very  little  friction.  This  arrangement  proved  to  be 
capable  of  regulating  the  pressure  to  within  a  tenth  of  a  millimetre  of  water. 
The  large  capacity  of  the  gas-holder  tended  also  to  minimize  the  effect  of  sudden 
small  variations  of  quality  of  the  gas,  such  as  might  be  produced  by  air  in  the 
pipes,  &c. 

The  action  of  this  constant-pressure  gas-supply  was  so  perfect  that  for  many 
purposes  no  other  temperature-regulator  was  required,  and  as  a  matter  of  fact  none 
was  used  in  many  of  the  preliminary  experiments.  Since  variations  of  gas-pressure 
were  practically  eliminated,  it  was  found  to  be  unnecessary  to  have  the  regulator  bulb 
inside  the  heater,  and  the  fine  adjustment-regulator  was  placed  in  the  tank  C, 
(Barnes,  figs.  14  and  15,  pp.  211,  213).  This  regulator  was  employed  to  operate  an 
electric  heating  arrangement,  as  described  by  Dr.  BAiuras  in  Section  4,  in  which  slow 
period  oscillations  were  prevented  by  the  device  of  the  reciprocating  contact  suggested 
by  GrOUY  (*  Journ.  de  Phys.,'  1897,  p.  479).     I  found  it  necessary  to  introduce  a  few 
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modifications  into  the  arrangement  as  described  by  GouY,  the  most  important  of  which 
was  to  make  the  relay  put  another  lamp  in  series,  instead  of  breaking  the  circuit. 
This  prevented  the  destructive  sparking  at  the  break,  which  was  a  serious  matter 
with  a  100  candle-power  lamp.  Of  course,  the  greater  part  of  the  work  still  fell  on 
the  constant-pressure  gasnsupply,  which  was  mainly  responsible  for  the  excellence  of 
the  results  at  high  temperatures. 

(25.)  Preliminary  Experiments  on  the  Specific  Heat  of  Mercury. 

Our  first  experiments  by  the  steady-flow  electric  method  of  calorimetry  were  made 
on  the  specific  heat  of  mercury,  as  it  presented  fewer  experimental  difficulties  than 
water.  Since  mercury  is  itself  a  conductor  of  suitable  specific  resistance,  it  was 
unnecessary  to  insert  a  heating  conductor  in  the  fine  flow-tube,  which  greatly 
simplified  the  fitting  together  of  the  apparatus.  The  conducting  properties  ot 
mercury  were  also  utilised  in  the  design  of  an  electrical  device  for  maintaining 
a  constant  head  so  as  to  secure  uniformity  of  flow.  The  level  of  the  mercury  in  the 
reservoir  was  regulated  by  a  platinum  wire  contact  which  actuated  an  electro-magnet 


ACADS 


OUTFLOW 


Pig.  6.    Diagram  of  Mercury  Calorimeter. 


compressing  a  small  rubber  tube  which  supplied  mercury  to  the  reservoir.  As  soon 
as  the  level  fell  below  the  platinum  point,  the  contact  was  broken,  the  armature 
released,  and  more  mercury  supplied.  The  inflow  was  arranged  to  keep  the  mercury 
near  the  platinum  point  in  perpetual  agitation,  so  that  there  was  no  sticking  or 
hunting  of  the  regulator.  The  whole  arrangement  was  fitted  to  a  wooden  bracket 
belonging  to  a  Geissler  pump,  which  could  be  hung  up  on  the  wall  at  diflPerent  levels 
when  it  was  required  to  alter  the  flow  of  mercury  in  a  given  ratio.  The  flow  was 
regulated  and  steadied  by  passing  the  mercury  through  fine  glass  tubes  immersed  in 
a  tank  of  water  before  entering  the  calorimeter.  In  measuring  the  flow  of  mercury, 
the  time  of  switching  over  was  automatically  recorded  on  an  electric  chronograph  by 
the  momentary  contact  of  the  mercury  thread  with  an  edge  of  platinum  foil,  which 
diverted  the  flow  fix)m  one  beaker  to  another. 

The  design  of  the  calorimeter  itself  will  be  readily  understood  fi'om  the  accom- 
panying diagram  (fig.  6),  The  inflow  and  outflow  tubes  AB  and  CD  are  exactly 
similar,  about  2  centims.  internal  diameter  and  25  centims.  long.  They  are 
connected  by  the  fine  flow-tube  BC,  of  1  millim,  bore  and  1  metre  long,  coiled  in 
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a  short  spiral  of  about  2*5  centims.  diameter.  The  vacuum  jacket  EF  extends  about 
1 3  centims.  along  the  inflow  and  outflow  tubes,  and  is  provided  with  a  side  tube  for 
exhausting.  The  inflow  and  outflow  tubes  are  provided  with  two  side  openings,  the 
smaller  of  which  was  intended  for  the  inflow  or  outflow  of  mercury,  and  the  larger 
for  the  leads  conveying  the  electric  current.  In  some  of  the  earlier  experiments  the 
larger  tubes  were  fitted  with  a  pair  of  delicate  mercury-thermometers  for  watching 
the  progress  of  the  experiment,  and  observing  when  the  conditions  became  steady. 
But  these  mercury-thermometers  were  found  to  be  of  little  or  no  use,  and  the  large 
side-tubes  were  subsequently  removed  to  facilitate  the  fitting  of  the  calorimeter  in 
a  tubular  form  of  water-jacket. 

(26.)  Method  of  Detei^iining  the  True  Mean  Temperature  of  Outflow. 

By  fisu"  the  most  important  point  in  this  method  of  calorimetry  is  the  device 
adopted  for  obtaining  the  true  mean  temperature  of  the  outflowing  liquid,  and 
securing  a  definite  measurement  of  the  electrical  watts  expended  in  heating  it.  If 
a  thermometer  were  merely  inserted  in  the  outflow-tube,  leaving  a  free  space  all 
round  for  the  circulation  of  the  liquid,  it  is  evident  that  the  heated  liquid  would  tend 
to  flow  in  a  stream  along  the  top  of  the  outflow-tube,  and  that  the  thermometer 
might  indicate  a  temperature  which  had  little  or  no  relation  to  the  mean  temperature 
of  the  stream.  It  is  easy  to  make  an  error  of  20  per  cent,  in  this  manner,  as  I 
found  in  my  preliminary  experiments  in  the  summer  of  1896.  A  fairly  uniform 
distribution  of  the  flow  might  be  secured  by  making  the  space  between  the 
thermometer  and  the  outflow-tube  very  narrow.  But  this  leads  to  another  difficulty 
in  the  case  of  mercury.  As  the  space  is  narrowed,  the  electrical  resistance  is 
increased,  and  an  appreciable  quantity  of  heat,  which  cannot  be  accurately  estimated, 
is  generated  in  the  vicinity  of  the  thermometers. 

Both  the  difficulties  above  mentioned  were  overcome  in  the  mercury  experiment 
by  fitting  the  inflow  and  outflow  tubes  with  soft  iron  cylinders,  6  centims.  long, 
turned  to  fit  the  tubes,  and  bored  to  fit  the  thermometers.  The  soft  iron  had  a 
conductivity  about  ten  times  that  of  mercury  for  both  heat  and  electricity.  The 
heat  generated  Jby  the  current  in  the  immediate  vicinity  of  the  thermometer  bulbs 
was  so  small  that  the  watts  might  fairly  be  calculated  fi:om  the  diffisrence  of 
potential  between  the  iron  blocks  at  the  middle  points  of  the  bulbs.  The  mercury 
stream  was  forced  to  circulate  in  a  spiral  screw  thread  of  suitable  dimensions  cut  in 
the  outer  surface  of  the  blocks,  which  prevented  the  formation  of  stream-lines  along 
one  side  of  the  tube,  and  secured  uniformity  of  temperature  throughout  the  cross 
section  of  the  outflow-tube.  The  high  conductivity  of  the  iron  also  assisted  in 
securing  the  same  result. 

A  precisely  analogous  device  for  averaging  the  outflow  temperature  was  applied  in 
the  water  calorimeter.     The  bulb  of  the  thermometer  was  fitted  with  a  copper  sleeve 
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of  high  conductivity,  on  the  outside  of  which  a  rubber  spiral  was  wound  to  fit  the 
outflow-tube  as  closely  as  possible.  The  accuracy  of  fit  was  found  to  be  much  more 
important  in  the  case  ot  water  than  in  the  case  of  mercury.  The  reason  of  this  is 
that,  the  thermal  conductivity  of  water  being  10  or  15  times  less  than  that  of 
mercury,  the  accurate  averaging  of  the  outflow  temperature  is  more  dependent  on 
the  uniformity  of  the  spiral  circulation  and  the  complete  elimination  of  asymmetric 
stream-lines. 

In  order  to  obtain  a  perfect  fit  for  the  sleeves  with  their  spiral  screws,  it  was 
necessary  that  the  bore  of  the  outflow-tube  should  be  as  nearly  uniform  as  possible, 
and  accurately  straight.  It  was  most  essential  that  there  should  be  no  constriction 
at  the  points  of  junction  E  and  F  with  the  vacuum-jacket,  and  that  the  external 
portions  of  the  tubes  AE,  FD  should  not  be  of  smaller  bore  than  the  portions  inside 
the  vacuum-jacket,  though  it  would  not  matter  much  if  they  were  a  little  larger. 
These  details  of  the  design,  which  determined  the  choice  of  the  dimensions  of  the 
tubes,  had  all  been  carefully  worked  out  before  the  ordering  of  the  first  six 
calorimeters  with  vacuum-jackets  in  October,  1896,  and  the  importance  of  the 
straightness  and  uniformity  of  the  tubes  was  clearly  explained  in  the  specification. 
There  was  some  difficulty  in  making  the  calorimeters  accurately  to  specification,  and 
when  they  arrived  about  three  months  later,  it  was  found  thkt  this  particular  detail 
had  been  somewhat  overlooked.  It  was  consequently  a  difficult  matter,  even  with  a 
soft  rubber  spiral,  to  secure  sufficient  perfection  of  fit,  and  the  accuracy  of  many  of 
the  earlier  experiments  was  seriously  impaired. 

The  eflfect  of  an  imperfect  fit  was  to  permit  part  of  the  heated  stream  to  escape 
directly  past  the  thermometer,  so  that  the  temperature  indicated  by  the  outflow 
thermometer  was  lower  than  the  true  mean  of  the  flow.  This  defect  was  less 
apparent  with  a  large  flow  or  a  large  rise  of  temperature,  either  of  which  conditions 
tend  to  promote  mixing  of  the  liquid  and  the  attainment  of  a  proportionately  greater 
uniformity  of  temperature.  A  good  illustration  of  this  is  afibrded  by  the  results 
quoted  by  Dr.  Barnes  in  Section  7  of  his  paper,  p.  237,  which  were  obtained  with  one 
of  the  first  three  calorimeters  in  which  the  bore  was  undoubtedly  defective.  The 
apparent  diminution  of  the  heat-loss  per  degree  rise  with  increase  in  the  rise  of 
temperature  is  probably  due  in  part  to  the  more  perfect  mixing  of  tljp  stream  caused 
by  the  greater  differences  of  temperature,  which  promote  instability  of  flow  and 
increase  the  formation  of  eddies.  I  may  add  that  I  have  repeatedly  observed  the 
same  effect  in  my  experiments  on  steam  by  a  similar  method.  With  steam  it  is 
much  more  difficult  than  with  water  to  secure  a  true  average  of  the  outflow 
temperature.  Any  imperfection  of  fit  or  circulation  immediately  produces  the 
observed  effe-^t  in  an  exaggerated  form. 

The  greater  irregularity  of  the  results  (Barnes,  Section  7)  for  the  small  flows  is 
probably  in  part  accidental,  but  is  abo  characteristic  of  imperfect  fitting  of  the 
rubber  spiral  in  the  outflow-tube,  which  is  obviously  more  detrimental  in  the  case  of 


Digitized  by 


Google 


CONTINUOUS  ELECTRIC  CALORIMETRY.  107 

the  smaller  flows.  As  a  consequence  of  this  irregularity  of  the  small  flows,  I  do  not 
think  these  results  can  be  fairly  treated  by  the  somewhat  artificial  method  adopted 
by  Dr.  Barnes.  The  extrapolation  of  the  heat-loss  per  degree  for  zero  rise  of 
temperature  is  too  uncertain  in  the  case  of  the  small  flow.  The  natural  method  of 
treatment  would  be  to  take  the  difference  between  the  sum  of  the  electrical  watts 
SEC,  and  the  sum  of  the  heat-watts  XJQd0,  and  divide  by  the  sum  of  the 
temperature  differences  t,dO,  to  find  D  for  each  flow.  Combining  the  two  flows  in  the 
usual  manner,  without  any  arbitrary  assumptions,  we  thus  obtain  practically  the 
same  result  as  that  deduced  by  Dr.  Barnes. 

(27.)  Design  of  the  Water  Calorimeter. 

The  design  of  the  water  calorimeter  presented  certain  points  of  difficulty  which 
were  not  settled  without  some  preliminary  experiments  on  the  conditions  of  flow  in 
fine  tubes.  The  greater  part  of  these  experiments  were  carried  out  in  the  summer  of 
1896,  in  the  Thermodynamical  Laboratory  of  the  Engineering  Building  of  McGill 
College,  with  the  kind  permission  of  Professor  Nicolson,  who  erected  for  this  purpose 
a  large  supply-tank  of  water  on  an  upper  floor  in  a  room  at  a  very  constant 
temperature.  The  results  of  some  of  these  experiments  were  mentioned  in  a  paper  on 
the  *  Law  of  Condensation  of  Steam,'  which  was  communicated  to  the  Institution  of 
Civil  Engineers  in  September,  1896,  and  read  in  the  following  year. 

Since  water  is  practically  a  non-conductor  of  electricity,  it  was  necessary  either  to 
make  the  fine  flow-tube  of  platinum  instead  of  glass,  or  else  to  thread  a  conducting 
wire  or  strip  of  platinum  through  it.  A  fine  bore  metallic  flow-tube  would  have 
presented  some  advantages  in  point  of  smallness  of  radiation  loss,  but  in  the  end  I 
decided  to  use  a  glass  flow-tube  and  a  central  conductor,  chiefly  on  account  of  the 
importance  of  securing  the  greatest  possible  constancy  and  perfection  in  the  vacuum- 
jacket.  This  could  be  most  easily  and  certainly  attained  by  making  the  vacuum-jacket 
entirely  of  glass. 

The  glass-work  of  the  water  calorimeter  differed  from  that  of  the  mercury  calori- 
meter (fig.  6)  only  in  having  a  straight  flow-tube  50  centims.  long  and  2  millims. 
bore,  instead  of  a  spiral  flow-tube  100  centims.  long  and  1  millim.  bore.  It  was 
necessary  to  make  the  flow- tube  straight  on  account  of  the  difficulty  of  threading  the 
conductor  through  it  as  well  as  the  connecting  wires  to  which  it  was  attached.  This 
operation  would  have  been  facilitated  by  using  a  larger  tube,  but,  apart  from  this 
necessity,  it  was  desirable  to  have  the  flow-tube  as  fine  as  possible  to  secure  uniformity 
of  temperature  of  cross-section  and  other  advantages.  From  one  point  of  view,  it  was 
desirable  to  make  it  as  short  as  possible,  in  order  to  minimise  the  heat-loss,  which 
depended  chiefly  on  the  surface  of  the  flow- tube ;  but  on  the  other  hand  it  was 
necessary  to  have  sufficient  length  to  eliminate  leakage  of  the  current  through  the 
water,  and  to  secure  a  suitable  resistance  for  the  conductor,  and  sufficient  surface  to 
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I)reveiit  excessive  superheating  by  the  current.  It  was  found  that  the  dimensions 
above  given  satisfied  the  required  conditions  very  fairly,  and  although  there  were  a 
few  minor  details  which  could  not  be  satisfactorily  settled  until  the  complete  apparatus 
had  been  fitted  up,  it  was  not  found  necessary  to  make  any  changes  in  the  essential 
features  of  the  design.  The  three  calorimeters  ordered  two  years  later  by  Dr.  Barnes 
were  of  the  same  design  in  all  important  points,  except  that  two  of  them  had  3  millims. 
bore  flow-tubes  ;  but  these  were  found  to  be  less  suitable,  and  were  employed  in  very 
few  of  the  tests. 

(28.)  Improvements  in  the  Design  of  the  Calorimeter. 

Although  Dr.  Barnes  was  naturally  unwilling  to  introduce  any  radical  changes  in 
the  original  pattern,  which  had  proved  to  be  capable  of  giving  very  good  results,  there 
can  be  no  doubt  that  it  was  capable  of  improvement,  and  I  had  in  fact  already  noted 
several  points  in  which  alterations  were  desirable. 

The  importance  of  uniformity  of  bore  in  the  flow-tube,  and  particularly  in  the  out- 
flow-tube, has  already  been  referred  to  (§  26).  This  was  remedied  in  the  later 
apparatus.  Two  of  the  side  tubes  were  also  removed,  and  the  other  two  bent  parallel 
to  the  flow-tube,  to  facilitate  insertion  in  the  cylindrical  form  of  jacket.  These 
modifications  were  of  small  importance,  and  were  made  in  the  first  calorimeters  afler 
the  apparatus  was  received.  A  more  important  improvement  in  the  same  direction 
would  be  to  have  the  tube  for  exhausting  the  vacuum-jacket  inserted  at  F,  fig.  6,  in  a 
direction  parallel  to  the  flow-tube,  which  would  peimit  the  water-jacket  to  be  made 
much  smaller,  thus  securing  a  more  vigorous  and  uniform  circulation. 

It  would  be  most  important  for  future  work  to  endeavour  to  reduce  (1)  the  risk  of 
error  from  conduction  at  the  outflow  end  of  the  calorimeter  at  high  temperatures  ; 
(2)  the  correction  for  the  heat-loss,  which  amounted  to  4  per  cent,  at  the  higher 
points  of  the  range. 

The  conduction  error  might  be  reduced  by  including  a  greater  length  of  the  outflow- 
tube  in  the  vacuum-jacket.  This  would  be  much  more  efiective  than  lagging  the 
exposed  parts  with  flannel,  since  the  flannel  lagging  is  exposed  to  the  temperature  ot 
the  laboratory,  which  is  much  lower  than  that  of  the  jacket.  Besides,  the  lagging  is 
apt  to  become  damp,  and  takes  a  long  time  to  reach  a  steady  state.  The  length  of 
outflow -tube  inside  the  vacuum-jacket  might  easily  be  increased  to  25  centims.  instead 
of  12,  with  5  centims.  outside.  This  would  greatly  diminish  the  possible  uncertainty 
of  the  conduction  loss. 

The  heat-loss  depends  chiefly  on  the  extent  of  surface  of  the  flow-tube  and  ther- 
mometer bulb.  The  thermometer  bulb  could  not  be  made  much  smaller,  but  the 
greater  part  of  the  loss  arises  from  the  flow-tube,  which  might  be  reduced  to  about 
half  the  external  diameter,  although  the  bore  could  not  conveniently  be  made  less  than 
1  "5  millims.     This  would  also  be  an  advantage  as  diminishing  both  the  heat  capacity 
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of  the  tube  and  the  diflference  of  temperature  between  the  inside  and  outside  of  the 
glass.  In  heating  the  apparatus  during  exhaustion,  there  is  some  risk  of  breaking  the 
flow-tube,  as  it  heats  and  cools  very  slowly  in  a  good  vacuum.  The  difference  of 
temperature  between  the  thick  flow-tube  and  the  jacket  in  some  cases  caused  the  tube 
to  bend  so  as  nearly  to  touch  the  sides  of  the  jacket.  This  effect  would  be  reduced 
by  making  the  tube  thinner. 

It  does  not  appear  that  very  much  could  be  gained  by  taking  excessive  precautions 
to  improve  the  vacuum.  With  a  less  perfect  vacuum  there  would  probably  be  less 
variation  of  the  heat-loss,  due  to  the  evolution  of  minute  traces  of  gas  during  exposure 
to  a  high  temperature.  The  gretiter  certainty  of  the  correction  in  that  case  might 
compensate  for  its  larger  magnitude.  The  first  three  calorimeters,  one  for  mercury 
and  two  for  water,  were  exhausted  in  the  laboratory  on  a  five-fall  Sprengel  pimip 
which  I  had  set  up  some  time  previously  for  experiments  on  radiation  and  on  X-ray 
tubes.  This  pump  gave  a  very  perfect  vacuum,  but  the  tubes  were  merely  heated  by 
hand  with  a  bunsen  burner  during  the  process.  They  showed,  however,  approximately 
the  same  rate  of  heat-loss  as  the  best  of  the  calorimeters  which  were  subsequently 
exhausted  by  Messrs.  Eimer  and  Amend  in  an  asbestos  oven.  The  vacuum  in  one  of 
the  calorimeters  exhausted  in  the  laboratory  was  also  tested  by  means  of  a  powerful 
oscillating  discharge  from  a  battery  of  Leyden  jars  passed  through  a  coil  surrounding 
the  tube.  This  failed  to  induce  a  ring  discharge  inside  the  vacuum-jacket,  althougli 
the  same  test  would  produce  a  brilliant  discharge  in  the  majority  of  commercial 
vacuum  vessels  for  liquid  air. 

Probably  the  most  effective  method  of  reducing  the  heat-loss  would  be  to  silver  the 
inside  of  the  vacuum-jacket.  I  have  tried  this  method  in  my  experiments  on  the 
specific  heat  of  steam  by  the  electrical  method  with  a  vacuum-jacket  calorimeter,  and 
have  found  it  very  advantageous,  owing  to  the  low  radiative  power  of  the  silver.  The 
vacuum-jacket  in  this  case  requires  very  careful  evacuating  on  account  of  the  difficulty 
of  drying  the  silver  film. 

With  these  improvements,  the  heat-loss  could  probably  be  reduced  to  about  one- 
quarter  of  its  value  in  the  existing  apparatus,  and  the  uncertainty  of  the  correction 
would  be  greatly  diminished,  though  perhaps  not  quite  in  the  same  proportion.  In 
any  case  the  results  obtained  with  a  calorimeter  having  a  very  different  value  of  the 
heat-loss  could  not  fail  to  be  a  valuable  confirmation  of  the  previous  work. 

(29.)  Effect  of  Variation  of  Viscosity. 

The  rise  of  temperature  of  the  water  due  to  friction  in  its  passage  through  the 
tube,  can  be  easily  estimated  from  the  observed  difference  of  head  at  the  inflow 
and  outflow.  I  made  this  observation  for  each  of  the  conductors  mentioned  on  p.  117, 
with  a  flow  of  half  a  gramme  per  second  in  a  tube  very  slightly  less  than  2  millims. 
diameter  and  50  centims.  long.     The  difference  of  head  was  found  to  vary  from 
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20  to  30  centims.  of  water  at  20°  C,  for  different  arrangements  of  the  conductor,  and 
different  conditions  of  flow,  being  greater  when  the  flow  was  non-linear.  Since  1^  C. 
corresponds  to  a  fall  of  42,700  centims.  under  gravity,  the  rise  of  temperature  due  to 
the  friction  would  be  less  than  a  tliousandth  of  a  degree.  This  is  a  quantity  which 
ought  not  to  be  neglected  in  working  to  a  ten-thousandth  of  a  degree,  but  the  effect 
was  practically  eliminated  by  the  method  of  observing  the  difference  of  temperature, 
which  was  expressly  intended  to  eliniinate  small  residual  sources  of  error  of  this 
character.  For  each  value  of  the  flow,  the  difference  of  temperature  was  observed 
"  cold "  before  turning  on  the  electric  current,  and  the  "  cold  reading"  was  subtracted 
from  the  difference  observed  with  the  current  passing.  We  are  therefore  conc^ned 
only  with  the  change  in  the  head  due  to  diminution  of  viscosity  with  rise  of  tem- 
perature when  the  current  is  turned  on.  I  found  by  calculation  from  the  known 
variation  of  the  viscosity,  and  also  verified  by  direct  observation  in  each  case,  that 
this  amounted  to  only  10  per  cent,  of  the  head  for  a  rise  of  8^  C.  at  20°  C.  This 
would  be  equivalent  to  2  or  3  centims.  fall,  or  less  than  a  ten-thousandth  of  a  degree, 
a  quantity  which  might  safely  be  neglected.  The  correction  would  be  much  smaller 
at  higher  temperatures,  owing  to  the  great  diminution  in  the  viscosity. 

In  the  final  apparatus,  as  employed  by  Dr.  Barnes,  the  difference  of  head  would 
be  somewhat  greater  owing  to  the  rubber  spirals  on  the  copper  sleeves,  and  the 
rubber  cord  on  the  central  conductor.  The  question  was  raised  at  the  Dover  meeting 
of  the  British  Association,  and  I  wrote  to  Dr.  Barnes  asking  him  to  measure  the 
head  under  the  actual  conditions  of  experiment,  but  the  apparatus  happened  to  be 
dismounted  at  the  time.  We  may  safely  conclude,  however,  that  the  difference 
of  head  could  not  have  exceeded  1  metre  of  water,  in  which  case  the  correction 
would  be  less  than  1  in  40,000  at  20°  C,  and  might  be  fairly  neglected.  This 
correction  corresponds  with  that  for  the  heat  generated  by  stirring  in  the  Griffiths 
and  ScHUSTEii  methods  of  calorimetry.  It  amounted  in  Griffiths'  apparatus  to 
about  10  per  cent,  of  the  heat-supply,  but  was  apparently  negligible  in  Schuster's 
experiments. 

(30.)  Radial  Pistrihution  of  Temperature  in  the  Fine  Flotv-Tuhe. 

We  assume  in  the  elementary  theory  of  the  experiment  that  the  temperature 
is  uniform  across  the  section  of  the  flow-tube  at  any  point.  It  is  impoi-tant  to 
consider  how  far  and  under  what  conditions  this  is  true.  Given  the  rate  of  external 
heat-loss  at  any  point  it  is  easy  to  calculate  the  difference  of  temperature  between  the 
inside  and  outside  surfaces  of  the  glass  tube,  but  the  distribution  of  temperature  in 
the  liquid  can  only  be  calculated  if  we  assume  the  flow  to  be  in  straight  lines 
parallel  to  the  axis  of  the  tube,  and  the  conductor  to  be  circular  in  section  and 
concentric  with  the  tube.  Even  in  this  simple  case  the  solution  cannot  be  made 
complete,  owing  to  the  variations  of  viscosity  and  conductivity  with  temperature  ; 
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but  it  is  possible  to  estimate  the  order  of  magnitude  of  the  differences  involved, 
which  is  all  that  is  really  required  for  our  purpose. 

Assuming  that  the  internal  and  external  diameters  of  the  flow-tube  are  2  and 
6  millims.  respectively,  and  length  50  centims.,  and  that  the  conductivity  of  the 
glass  is  "0020  cal.  C.G.S.,  it  is  easy  to  calculate  that  the  mean  difference  of 
temperature  between  the  internal  and  external  surfaces  would  be  of  the  order  of 
one-tenth  of  a  degree  only  when  the  final  rise  of  temperature  is  8°,  and  the  heat  loss 
•050  watt  per  degree,  as  in  the  majority  of  our  experiments.  It  will  therefore 
evidently  be  unnecessary  to  take  account  of  this  in  any  of  the  calculations. 

To  find  the  radial  distribution  of  temperature  in  the  liquid,  assuming  the  flow  to 
be  linear,  I  will  take  first  the  case  of  the  metallic  flow-tube,  which  is  much  the 
simplest.  The  differential  equation  of  the  radial  distribution  of  temperature,  neglecting 
the  minute  effect  of  longitudinal  conduction,  is 

d  (kr  d0/dr)/dr  =  +  vcr  dd/dx (1), 

in  which  k  is  the  thermal  conductivity  of  the  liquid,  and  c  the  specific  heat  per  unit 
volume,  V  the  velocity  of  the  stream,  0  the  temperature,  r  the  distance  from  the  axis, 
and  X  the  distance  along  the  tube.  The  velocity  v  is  a  function  of  r,  which  can  be 
easily  calculated  if  the  viscosity  is  assumed  constant.  As  a  matter  of  fact,  both 
the  viscosity  and  the  conductivity  vary  rapidly  with  change  of  temperature.  The 
viscosity  at  100°  is  nearly  six  times  less  than  at  0°  C,  and  its  variation  is  accurately 
known.  But  if  we  assume  both  conductivity  and  viscosity  constant  (as  we  are 
practically  compelled  to  do,  since  the  variation  of  conductivity  with  temperature  is 
quite  uncertain)  we  shall  obtain  a  solution  which  is  sufiiciently  simple  to  be  usefiil, 
and  which  can  be  strictly  applied  to  small  changes  of  temperature. 

To  simplify  the  solution  still  fiirther,  I  shall  assume  the  longitudinal  temperature 
gi'adient  dd/dx  constant  over  the  cross-section  of  the  tube  at  any  point,  and  equal 
to  0^/ly  where  d'  is  the  rise  of  temperature  observed  in  a  length  /.  This  will  not 
be  true  near  the  inflow  end  of  the  tube,  where  the  radial  distribution  of  temperature 
is  rapidly  changing,  but  it  will  very  fairly  represent  the  limiting  states  which  is 
attained  when  the  liquid  has  flowed  along  the  tube  for  some  distance. 

If  the  flow  is  linear,  and  the  viscosity  constant,  the  velocity  at  any  point  of  the 
cross-section  is  given  in  terms  of  r  by  the  equation 

v  =  2Y{l^{r/r,Y)  =  2q{V^{r/r,Y)/nri (2), 

where  V  is  the  mean  velocity,  Q  the  flow  in  cub.  centims.  per  second,  and  r^,  the 
internal  radius  of  the  flow- tube. 

Making  this  substitution  in  (l)  and  integrating,  we  obtain 

,rMldr  =  »^{^,-'~^  +  ^..     .....     (3). 
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The  constant  of  integration  B  is  determined  by  the  consideration  that  the  tempera- 
tiu'e-gradient  vanishes  at  the  centre  of  the  tube.  Putting  this  condition  in  (3),  we 
find  B  =  0,  which  materially  simplifies  the  solution  of  the  equation.  Integrating 
from  the  temperature  0q  of  the  surface  of  the  tube,  we  find 

$,^0  =  qe'{r*/W-{r/r,Y-^)/2nlk (4). 

The  temperature  0i  at  the  axis  of  the  tube  where  ?•  =  0,  is  given  by 

0Q^0^  =  3Qff/S7rlk (5). 

The  mean  temperature  O^  of  the  flow,  allowing  for  variation  of  velocity  over  the 
cross-section,  is  given  by  the  expression 

6^0-^3  =  llQ^/487rZi- (6). 

(31.)  Electrical  Method  of  Measuring  the  Thei^mal  Conductivity  of  a  Liquid. 

The  remarkable  simplicity  of  this  expression  induced  me  to  attempt  a  method  of 
measuring  the  conductivity  of  a  liquid,  based  on  the  observation  of  the  difference  of 
temperature  6q  —  O,^  between  the  tube  and  the  mean  of  the  flow  at  any  point ;  the 
temperature  6q  of  the  tube  and  the  gradient  ff/l  being  deduced  fii'om  observations  of 
the  changes  of  resistance  of  the  flow-tube  itself.  Although  this  may  appear  at  first 
sight  a  diflScult  and  out  of  the  way  method,  it  possessed  special  attractions  for  me  as 
an  application  of  the  electrical  resistance  method  of  measuring  temperature,  and  it 
really  offers  several  advantages  which  more  than  counterbalance  the  difficulty  of  the 
electrical  measurements.  The  longitudinal  distribution  of  temperature  in  the  flow- 
tube  was  deduced  from  observations  of  the  resistance  of  consecutive  sections  by  the 
same  method  which  I  had  already  applied  in  1886  to  the  determination  of  the 
conductivity  of  platinum.  The  difficulty  of  this  part  of  the  work  was  therefore 
largely  discounted  by  previous  experience.  The  advantage  of  the  method  is  that 
the  tube  is  its  own  thermometer;  the  temperature  measured  is  that  of  the  tube 
itself,  and  not  that  of  a  thermo-couple  or  water-bath  assumed  to  be  at  the  same 
temperature  as  the  tube.  This  avoids  the  most  common  and  insidious  source  of  error 
in  all  conductivity  measurements. 

As  compared  with  the  plate-method  of  measuring  the  conductivity  of  liquids,  which 
has  been  practised  by  ^'^eber  and  many  other  observers  in  different  forms,  the  tube- 
method  possesses  several  important  advantages,  {a)  It  avoids  the  difficulty  of  measuring 
accurately  the  small  distance  between  the  bounding  surfaces  of  the  liquid,  or  the 
thickness  of  the  sheet,  since  the  expressions  (5)  and  (6)  already  given  are  independent 
of  the  radius  of  the  tube,  and  contain  only  lengths  and  differences  of  temperature 
which  are  easily  observed.  (6)  All  uncertainties  with  regard  to  the  area  from  which 
the  heat  is  conducted,  and  all   difficulties   of  boundary  conditions,  which  cannot 
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satisfactorily  be  eliminated  in  the  plate-method,  even  by  the  employment  of  a  guard- 
ring,  are  easily  avoided  in  the  tube-method  by  making  the  tube  small  in  proportion 
to  its  length,  (c)  The  error  of  the  plate-method  due  to  direct  radiation  through  the 
liquid,  which  is  quits  important  with  a  thin  transparent  stratum,  is  completely 
eliminated,  since  all  the  heat  which  is  lost  by  the  inner  surface  of  the  tube  must  be 
absorbed  by  the  liquid  itself. 

Graetz,  ('Wied.  Ann.,'  vol.  18,  p.  79)  has  applied  a  non-electrical  steady-flow 
method  to  the  determination  of  the  conductivity  of  a  liquid,  which  bears  a  close 
superficial  resemblance  to  that  above  described,  but  in  reality  diifers  from  it  in  several 
fundamental  points.  In  his  method  a  stream  of  liquid  at  a  temperature  between 
30°  and  40^0.  flows  through  a  thin  capillary  tube,  10  centims.  long,  and  0*6  millim. 
bore,  immersed  in  a  water-bath  at  a  temperature  of  7^C.  to  10°  C.  The  mean 
outflow  temperature  is  observed,  and  is  also  calculated  in  terms  of  thexjonductivity  on 
the  assumption  that  the  flow  is  linear.  The  temperature  of  the  external  surface  of 
the  tube  is  assumed  to  be  the  same  as  that  of  the  water-bath.  This  is  the  most 
obvious  defect  of  his  method,  as  the  assumption  could  not  be  even  approximately 
true  unless  the  current  of  liquid  through  the  tube  were  extremely  slow. 
Unfortunately  in  that  case  the  difference  of  temperature  between  the  outflow 
and  the  bath,  on  which  the  measurement  depends,  tends  to  vanish  ;  it  is  also  more 
difficult  to  obtain  the  true  mean  temperature  of  a  small  stream  owing  to  defective 
mixing  in  the  outflow  tube,  and  accidental  sources  of  error  due  to  end-effect«  are 
exaggerated.  These  defects  might  be  avoided  in  various  ways.  The  true  mean 
temperature  of  the  tube  itself  might  be  determined  by  making  the  tube  very  thin, 
and  observing  its  expansion,  or  preferably  its  electrical  resistance.  Or  the  tempera- 
ture of  the  outside  surface  might  be  indefinitely  approximated  to  that  of  the  bath  by 
making  the  tube  very  thick,  and  supplying  a  vigorous  circulation  around  it.  The 
true  mean  temperature  of  the  outflow  might  also  be  determined  for  small  flows  by 
adopting  a  spiral  circulation  similar  to  that  employed  in  the  present  investigation. 
There  would  remain,  however,  a  most  essential  point  of  distinction  between  the  two 
methods. 

In  the  electrical  method,  heat  is  continuously  supplied  by  the  current  at  a  nearly 
constant  rate  as  the  liquid  flows  along  the  tube.  The  observation  depends  on  the 
limiting  difference  of  temperature  at  the  end  of  a  long  tube  when  a  steady  radial 
distribution  has  been  reached.  The  advantage  of  this  is  that  the  solution  is 
independent  of  the  initial  or  variable  state,  the  calculation  of  the  efffect  of  which  is 
much  less  certain  on  account  of  the  steep  gradients  and  excessive  diflferences  of 
temperature  involved,  which  tend  to  produce  disturbances  in  the  flow.  In  Graetz' 
method  the  initial  differences,  amounting  to  20°  or  30°  C,  were  much  larger  than  in 
the  electrical  method,  and  the  result  entirely  depends  on  the  correctness  cf  the 
assumptions  made  in  the  solution  of  the  initial  state.  The  final  or  limiting  state  in 
his  method  is  one  of  uniform  temperature,  and  cannot  be  utilized  at  all. 

VOL.   cxcix. — A.  Q 
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In  carrying  out  the  electrical  method,  advantage  was  taken  of  the  increase  of 
resistance  of  the  tube  with  temperature  in  order  tx)  secure  a  constant  temperature 
gradient  in  the  latter  part  of  the  flow-tube  by  suitably  adjusting  the  current,  as 
explained  bejow  in  §  34.  The  results  were  not  quite  as  good  and  consistent  as  I  had 
hoped  to  obtain,  on  account  of  want  of  uniformity  in  the  platinum-tube  employed. 
I  therefore  thought  it  best  to  defer  publication  till  I  could  find  time  to  repeat  the 
observations  under  better  conditions,  but  the  preliminary  work  was  distinctly 
encouraging,  and  was  particularly  valuable  as  an  indication  of  effects  to  be  expected 
in  steady-flow  electrical  calorimetry. 


(32.)  Superheating  of  the  Central  Conductor, 

The  case  of  a  glass  flow-tube  with  a  concentric  conductor,  which  more  nearly 
approaches  the  arrangement  actually  employed  in  the  present  investigation,  leads  to 
nearly  the  same  difierential  equation,  but  the  solution  is  much  less  simple.  In  the 
coui'se  of  designing  the  experiment,  I  worked  out  the  complete  solution  for  this  case 
also,  including  the  initial  state,  on  similar  assumptions  of  constant  viscosity  and 
conductivity.  But  since  the  conductor  cannot  be  held  exactly  central  in  practice, 
and  the  other  theoretical  conditions  cannot  be  realized,  the  method  cannot  con- 
veniently be  applied  with  a  central  conductor  to  the  measurement  of  the  conductivity 
of  liquids.  For  the  purposes  of  the  present  investigation,  moreover,  since  we  are 
only  concerned  with  the  approximate  estimation  of  a  small  correction,  a  less  elaborate 
calculation  will  be  more  appropriate.  In  order  not  to  overburden  the  paper  with 
purely  mathematical  diflSculties,  it  will  suffice  to  give  the  solution  of  the  limiting 
state  for  the  simpler  case  in  which  the  velocity  of  flow  is  assumed  to  be  constant  over 
the  cross-section  of  the  tube  and  equal  to  its  mean  value.  This  simplification  does 
not  materially  alter  the  general  character  of  the  solution,  and  the  numerical  results 
which  it  gives  for  the  calorimeters  actually  employed  are  within  a  few  parts  per  cent, 
of  those  obtained  when  allowance  is  made  for  the  variation  of  the  velocity. 

If  we  integrate  the  differential  equation  (1)  on  the  assumption  of  a  constant 
velocity  V  =  Q,l{r^  —  r^),  where  r^  is  the  radius  of  the  glass-tube,  and  r^  the  radius 
of  the  conductor,  writing  A  for  Ycd'/2lk,  we  obtain  the  solution 

de/dr  =  A^-  -  A7'i7r (7), 

^o-^  =  AVlog,(r/rp)-A(r^^-7-o^)/2 (8), 

in  which  the  constant  is  determined  by  the  condition  that,  neglecting  external  heat- 
loss,  the  gradient  is  zero  at  the  surface  of  the  glass.  This  gives  for  the  diiference  of 
temperature  between  the  surfeice  of  the  wire  and  the  surface  of  the  glass, 

^0-^1  =Ar,Mog,(r,/r„)-A(ri2-V)/2 (9). 
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The  mean  temperature  $2  of  the  outflow  deduced  from  (8)  is  given  by 

^o-^2  =  A7Vlog,(r,/ro)/S-AriV2-AS/4      ....     (10), 

where  S  is  tl^e  sectional  area  n  {r{^  —  r^*)  of  the  flow,  and  A  =  Qd'/2wlkS.  Equation  (10) 
gives  the  superheating  of  the  conductor  above  the  mean  temperature  of  the  outflow. 
The  difference  (9)-(10)  gives  the  error  of  the  assumption  that  the  glass  is  at  the 
same  temperature  as  the  mean  of  the  outflow  at  the  outflow  point.  The  limiting 
value  of  the  latter  error,  if  r^^^  is  negligible  in  comparison  with  r^^  (the  most 
unfevourable  case),  is  ^g  —  6^  =  AS/4  =  Q^/Snlk. 

Although  the  above  formulae  cannot  be  directly  applied  to  the  experiments  on  the 
specific  heat  of  water,  it  is  interesting  to  make  an  estimate  of  the  superheating  of 
the  conductor,  and  of  the  difierence  of  temperature  between  the  glass  and  the  water 
under  the  assumed  conditions  of  linear  flow  and  concentric  conductor.  It  is  obvious 
from  the  formulae  already  given,  that  the  differences  of  temperatui^  in  each  case  are 
directly  proportional  to  the  heat  supplied  by  the  electric  current,  and  inversely 
proportional  to  the  length  of  the  tube  and  the  conductivity  of  the  liquid.  To 
estimate  the  effects  numerically,  we  may  take  the  rate  of  heat  supply  as 
Q^=5  calories  per  second,  or  21  watts,  for  the  larger  flows.  The  conductivity  k  of 
water  at  25°  C.  may  be  taken  as  "0016  C.G.S.,  but  is  much  too  uncertain  to  permit 
the  estimate  to  be  extended  to  other  temperatures.  Since  I  =  50  centims.,  we  have 
4irlk  =  1  '00  very  nearly. 

For  the  metallic  flow-tube  from  equation  (6)  the  superheating  of  the  tube  above 
the  mean  temperature  of  the  flow  in  the  limiting  state  would  be  about  5°  C,  and 
would  be  independent  of  the  diameter.  For  the  glass  flow-tube,  from  equations  (9) 
and  (10),  the  temperature  of  the  glass  would  be  from  1°'5  to  2°'0  below  the  mean  of 
the  outflow  for  tubes  of  the  dimensions  employed,  increasing  to  2°'5  as  a  limit  for  a 
very  large  flow- tube  with  a  very  small  conductor.  In  spite  of  its  higher  temperature 
the  metallic  flow-tube  would  have  the  advantage  of  a  smaller  heat-loss,  owing  to  its 
smaller  surface  (1  millim.  diameter  instead  of  6  millims.),  and  far  lower  radiative 
power.  It  would  also  be  possible  to  measure  the  actual  temperature  of  the  metallic 
flow-tube  at  any  time  from  its  resistance,  without  any  knowledge  of  the  conductivity 
of  the  liquid,  and  without  assuming  the  flow  to  be  linear. 

The  superheating  of  the  conductor  in  the  glass  flow-tube  would  naturally  depend 
on  the  size  of  the  conductor  as  well  as  that  of  the  tube,  as  given  by  equation  (10). 
With  a  wire  '8  millim.  in  diameter,  and  the  flow-tube  2  millims.,  the  superheating 
of  the  wire  would  be  about  4°*5  for  a  heat  supply  of  21  watts.  With  a  wire  '4  millim. 
diameter,  and  a  3  millims.  flow-tube,  the  superheating  would  be  about  13° '2. 
This  illustrates  the  importance  of  having  a  large  surface  for  the  wire  and  a  small 
flow-tube.  It  is  probable,  however,  that  the  superheating  would  not  directly  affect 
the  radiation  loss,  as  platinum  is  a  bad  radiator,  and  water  is  very  opaque  to' heat- 
rays  from  heated  water. 
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(33.)  Methods  of  Eliminating  Stream-Line  Motion. 

It  was  evident  from  the  equations  above  given  that,  since  the  conditions  of  linear 
flow  gave  rise  to  a  systematic  variation  of  the  temperature  of  the  flow-tube,  which 
was  directly  proportional  to  the  flow  for  a  constant  rise  of  temperature,  it  would  be 
necessary  to  adopt  some  device  for  mixing  the  water  in  its  passage  through  the  tube 
so  as  to  produce  a  nearly  uniform  distribution  of  temperature  over  the  cross-section 
of  the  tube.  The  obvious  method  of  securing  this  result  was  to  employ  a  stranded 
conductor.  This  would  diminish  the  superheating  by  increasing  the  available  surface 
of  the  conductor,  and  would  distribute  tlie  heat  evenly  over  the  cross-section  of  the 
tube,  provided  that  the  strands  were  separated  and  arranged  in  such  a  manner  as  to 
break  up  the  stream-lines. 

In  order  to  verify  the  theory  and  observe  the  nature  of  the  effects  to  be  expected, 
I  made  some  rough  preliminary  experiments  on  the  superheating  of  various 
conductors  in  a  2  millim.  tube  with  a  steady  flow  of  water.  The  general  character  of 
the  flow,  and  the  degree  of  mixing  attained,  were  observed  by  the  introduction  of  a 
colour-band  of  blue  ink,  after  the  method  employed  by  Osborne  Reynolds,  and 
generally  practised  in  hydraulic  laboratories  in  studying  the  flow  of  liquids.  The 
most  instructive  results  were  obtained  with  a  stranded  conductor  consisting  of 
5  strands  of  '006"  pure  platinum  wire.  My  reason  for  selecting  this  particular  size 
of  wire  was  that  I  happened  to  possess  a  considerable  quantity  of  it,  and  that  its 
temperature-coefiicient  was  accurately  known,  as  it  was  regularly  employed  for 
making  thermometers. 

The  resistance  of  the  stranded  platinum  conductor,  when  carrying  the  heating 
current,  was  measured  by  the  Wheatstone-bridge  method,  by  comparison  with  a 
specially  constructed  platinoid  resistance  connected  in  series  with  it.  The  two  were 
connected  in  parallel  with  a  post-office  box,  by  means  of  which  the  ratio  of  the 
resistances  was  observed.  The  resistance  in  the  arm  connected  to  the  platinoid  strip 
was  2000  ohms,  the  resistance  in  the  adjustable  arm  corresponding  to  the  platinum 
conductor  was  about  6000  ohms.  As  the  platinoid  strip  remained  practically 
constant,  the  resistance  of  the  platinum  could  be  taken  as  proportional  to  the 
resistance  in  the  adjustable  arm.  The  watts  on  the  conductor  were  observed  by 
means  of  a  Weston  ammeter  and  voltmeter  of  suitable  ranges. 

The  platinoid  strip  resistance,  which  was  subsequently  utilised  for  regulating  the 
current,  is  shown  very  clearly  at  L  in  the  bird's-eye  view  (Barnes,  fig.  15,  p.  213).  It 
consisted  of  a  number  of  strips  of  platinoid  about  1  foot  long,  one-half  inch  broad,  and 
3^  iiich  thick,  having  a  resistance  of  nearly  voth  of  an  ohm  each.  The  ends  of  the 
strips  were  bent  at  right  angles  and  amalgamated.  They  could  be  connected  in  series 
or  parallel  in  a  great  number  of  different  combinations  by  means  of  the  mercury  cups 
and  copper  connectors  shown  in  the  plate.     For  this  particular  experiment  they  were 
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arranged  two  in  parallel,  and  19  in  series,  giving  a  resistance  of  nearly  ^th  of  an 
ohm,  capable  of  carrying  a  current  of  upwards  of  60  amperes  without  excessive 
heating.     The  maximum  currents  used  in  this  experiment  were  about  8  amperes. 

The  rise  of  temperature  of  the  platinum  conductor  in  each  case  was  found  to  be 
nearly  proportional  to  the  watts  expended.  This  was  verified  by  varying  the 
number  of  cells  employed,  and  keeping  the  water-flow  constant,  for  each  arrange- 
ment of  the  conductor  to  be  tested.  The  superheating  of  the  conductor  was 
estimated  by  deducting  from  the  observed  rise  of  temperature  half  the  calculated 
rise  of  temperature  of  the  water,  making  a  suitable  allowance  for  the  heat-loss.  The 
value  of  the  water-flow  was  nearly  half  a  gramme  per  second  in  all  cases,  and  the 
results  were  reduced  to  a  value  of  Q^'=  5  calories  per  second  to  render  the 
experiments  with  the  difierent  conductors  strictly  comparable.  The  actual  heat-loss 
from  the  flow-tube  could  not  be  measured  by  this  comparatively  rough  method,  but  I 
made  some  attempts  to  obtain  comparative  estimates  of  the  temperatures  of  the 
outside  of  the  flow-tube  by  winding  a  platinum  wire  round  it,  covering  the  spiral 
with  flannel,  and  observing  its  resistance.  These  measurements  could  not  lay  claim 
to  any  accuracy,  but  were  useful  as  an  indication  of  effects  to  be  expected. 

Table  VI. — Superheating  of  Stranded  Conductor. 


Form  of  Conductor  employed. 


Five  strands,  irregular  .... 
Same,  annealed  and  straightened 

„     twisted  into  a  rope  .     .     . 

„      spiral  fitting  tube     .     .     . 


Conditions  of  Flow. 


Mixed 
Linear 
Linear 
Mixed 


Superheating. 


2-8 
6-5 
8-5 
30 


In  the  first  case  the  wire  was  taken  as  it  came  from  the  reel.  The  strands  were 
well  separated,  and  crossed  each  other  irregularly,  so  that  the  colour-band  was 
completely  broken  up  and  mixed  to  a  uniform  tint  in  a  space  of  10  or  15  centims. 
The  flow  was  not  precisely  turbulent  or  eddying,  but  the  stream-lines  were  so  quickly 
sub-divided  and  mixed  that  the  same  effect  was  produced.  When  the  wire  was 
annealed  and  straightened,*  the  colour-band  remained  practically  unbroken  from  end 
to  end  of  the  tube,  but  as  the  strands  were  still  separate,  the  heat  was  more  or  less 
distributed  over  the  cross-section.  The  twisting  of  the  wire  into  a  rope  in  the  third 
experiment  diminished  the  effective  surface  and  increased  the  superheating,  the 
value  of  which  closely  approached  that  calculated  for  a  central  conductor  in  a 
2  millim.  tube  assuming  the  conductivity  of  water  '0016  C.G.S.  The  great 
diminution  of  the  superheating  in  the  fourth  case,  in  which  the  wire  was  wound  into 

*  It  is  probable  that  the  failure  of  Dr.  Barnes  to  obtain  consistent  results  with  a  stranded  conductor 
may  have  been  due  to  the  use  of  annealed  wire,  which  would  inevitably  become  straightened  in  fitting  up 
the  apparatus  unless  special  care  were  exercised.     I  was  not  aware  of  this  mistake  at  the  time. 
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a  spiral  of  about  1  centim.  pitch,  closely  fitting  the  tube,  was  chiefly  due  to  the 
breaking  up  of  the  stream-lines.  The  colour-band  rapidly  became  mixed  to  a 
uniform  tint  as  in  the  first  experiment.  I  found,  however,  from  the  indications  of 
the  platinum  thermometer  wound  round  the  outside  of  the  tube,  that  the  glass  was 
considerably  heated  by  the  close  contact  of  the  spiral.  The  simpler  arrangement  of 
the  loose  stranded  conductor  was  equally  effective  in  mixing  the  stream-lines,  and 
appeared  to  be  free  from  this  defect. 

An  excellent  illustration  of  the  possible  effects  of  a  faulty  arrangement  of  the 
conductor  is  given  by  Dr.  Barnes  in  §  6,  p.  234.  In  this  case  it  is  possible  to  calculate 
the  actual  heat-loss  from  a  knowledge  of  the  correct  value  of  J  for  the  temperature 
of  the  experiment.*  The  conditions  were  purposely  chosen  to  exaggerate  the  errors 
as  much  as  possible,  and  it  must  not  be  imagined  that  such  large  differences  could  be 
obtained  without  special  pains  in  the  arrangement  of  the  heating  conductor.  The 
normal  heat-loss  for  this  calorimeter  at  a  temperature  of  26°  with  a  constant  gradient 
of  temperature  along  the  flow-tube  was  approximately  '070  watt  per  degree  rise. 
Starting  from  this  value,  it  is  possible  to  calculate  the  limiting  values  of  the  heat-loss 
for  either  condition  of  flow,  that  of  the  metallic  tube  or  the  small  concentric  con- 
ductor, by  drawing  the  curves  representing  the  actual  distribution  of  temperature  in 
either  case,  and  making  a  suitable  allowance  for  the  loss  of  heat  from  the  thermo- 
meter. Dr.  Barnes  has  given  a  pair  of  imaginary  curves  for  these  two  cases  in 
§  2,  p.  152,  but  it  should  be  observed  that  these  curves  are  not  drawn  to  scale, 
being  merely  intended  to  illustrate  the  general  nature  of  the  difference,  which  is 


considerably  exaggerated  in  order  t< 
Table  VII.— Superheating  of 

:>  make  it  clearer. 

Straight  Conductor  in  3  millim.  Flow-Tube. 

Number  of 
experiment. 

Position  of              Flow, 
conductor.       '           Q. 

\   At  side  of    /          -600 
/        tube        t          -277 
1  In  middle  of/          •GOO 
/        tube        1          -271 

! 

'       Watts,         Superheat  of 

'          EC.                 wire. 

Heat-loss,            Limit, 

observed.     '    calcnlat/od. 

1 

(1) 

(4) 

i         21^7         ;           8-0 
104         ;           41 
21-7                 12-8 
10-7                   7-0 

•1108         '       -1140 
•0909                -0920 
•0482                -0530 
•0773                -0610 

The  observed  values  of  the  superheat  and  of  the  heat-loss  agree  in  a  general 
manner  with  those  calculated  by  the  theory  given  in  §  32,  but  there  are  some 
difficulties.  The  limit  in  the  last  column  of  lines  (l)  and  (2)  is  estimated  for  a 
metallic  flow-tube,  and  it  is  difficult  to  see  how  the  heat-loss  for  a  glass  flow-tube 
could  approach  this  value  so  closely  when  the  conductor  is  in  imperfect  contact  with 
the  glass  over  a  small  fraction  of  its  surface.     The  superheat  12^*8  in  line  (3)  agrees 

*  In  discussing  these  observations  Dr.  Barnes  takes  (EC-4-2Qrf^)  in  place  of  the  actual  heat-loss, 
which  unduly  exaggerates  the  difference.  The  conductor  had  evidently  been  annealed,  otherwise  it  would 
have  mied  the  tube  instead  of  resting  along  the  side. 
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very  closely  with  the  value  13°'3,  calculated  for  a  similar  case  in  §  32,  but  the  heat- 
loss  is  less  than  the  limit  for  a  small  conductor  in  a  large  tube.  On  the  other  hand, 
the  observed  heat-loss  in  line  (4)  is  greater  than  the  normal  value  '0700  instead  of 
being  less,  as  theory  requires.  It  is  possible  that  there  may  have  been  some  other 
source  of  error  in  this  experiment  due  to  shifting  the  thermometer  in  the  outflow- 
tube  or  similar  causes. 

When  the  first  apparatus  was  set  up  with  the  vacuum-jacket  in  June,  1897,  only 
three  strands  of  '006"  wire  were  employed,  as  it  was  necessary  that  the  resistance  of 
the  heating  conductor  should  be  of  the  same  order  as  that  of  the  manganin  current- 
standard.  The  latter  had  been  made  of  1  ohm  resistance  to  suit  the  mercury 
experiment,  and  there  was  not  time  to  make  another,  as  the  experiment  had  to  be 
tried  before  the  meeting  of  the  British  Association  at  Toronto.  In  order  partially  to 
compensate  for  this  defect,  I  took  pains  to  exaggerate  the  irregularity  of  the  wire  by 
bending  it  into  a  zigzag  before  pulling  it  through  the  tube,  but  the  superheating  of 
the  wire  (4°  at  14  watts)  proved  to  be  somewhat  excessive.  Jn  spite  of  this  the 
readings  were  extremely  steady,  and  could  be  taken  easily  to  2  or  3  parts  in  100,000. 
The  accuracy  of  this  preliminary  series  of  experiments  was  seriously  impaired  by  the 
bad  fitting  of  the  thermometers  in  the  inflow-  and  outflow-tubes,  but  the  results 
showed  that  the  method  was  capable,  under  suitable  conditions,  of  attaining  a  very 
high  order  of  precision  on  account  of  the  great  steadiness  of  the  readings,  which  was 
much  more  perfect  than  anyone  could  have  anticipated  without  actual  trial. 

Shortly  after  the  British  Association  meeting,  another  manganin  current-standard 
of  1  ohm  resistance  was  made,  and  placed  in  parallel  with  the  first.  The  platinum 
conductor  was  composed  of  6  strands  of  "006"  wire,  which  gave  a  much  better 
distribution  of  the  heat.  After  numerous  preliminary  difficulties  of  temperature 
regulation,  of  leakage,  and  of  bad  fitting  and  connections  had  been  overcome,  the 
results,  though  often  very  consistent,  still  showed  occasional  discrepancies,  especially 
after  refitting.  I  was  inclined  to  attribute  these  difficulties  at  the  time  either  to  bad 
fitting  of  the  thermometer  in  the  outflow-tube  as  previously  explained,  §  26,  or  to 
variable  contact  between  the  conductor  and  the  walls  of  the  glass  tul)e,  or  possibly  to 
bad  solder  joins  on  the  manganin  current-standards,  one  of  which  had  actually  broken 
away  on  one  occasion. 

With  the  view  of  preventing  the  uncertainty  of  contact  with  the  walls  of  the  glass 
tube,  I  thought  at  one  time  of  trying  a  conductor  in  the  form  of  a  twisted  strip, 
which  I  had  employed  some  years  previously  in  experiments  on  the  viscosity  of 
liquids  by  the  Wheatstone-bridge  method,  for  which  I  required  a  continuously 
variable  resistance  analogous  to  a  slide-wire  in  the  electrical  method.  I  found  that  a 
round  wire  sliding  in  a  tube  would  not  do  for  this  purpose  owing  to  the  impossibility 
of  centering.  A  twisted  strip,  sliding  in  a  tube  which  it  closely  fitted,  evaded  this 
difficulty,  but  led  to  further  anomalies,  which  proved,  on  investigation  by  the  colour- 
band  method,  to  be  due  to  the  fact  that  the  motion  of  the  liquid  became  turbulent,  if 
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the  pitch  of  the  twist  was  too  steep.  This  change  in  the  character  of  the  flow  was  a 
serious  defect  in  the  viscosity  experiment,  but  was  exactly  what  was  required  for  the 
calorimeter.  As  the  calorimeters  were  already  made,  and  I  could  not  choose  the 
flow-tube  to  fit  the  strip,  I  procured  a  special  pair  of  rolls  about  the  end  of  1897  fur 
rolling  a  wire  to  fit  the  flow-tube  as  closely  as  possible.  But  after  carefully  rolling  a 
wire  to  fit  one  of  the  calorimeters  at  one  end,  I  found  that  it  would  not  go  through 
the  tube,  on  account  of  want  of  uniformity  of  diameter,  and  in  particular  on  account 
of  a  join  near  one  end  which  unduly  constricted  the  bore.  I  accordingly  abandoned 
the  attempt  at  the  time,  as  I  did  not  feel  at  all  certain  of  the  necessity  of  making 
any  change  in  the  form  of  the  conductor.  But  the  twisted  strip  was  subsequently 
employed  by  Dr.  Barnes  at  my  suggestion  with  great  success  in  two  other  calori- 
meters, the  tubes  of  which  were  probably  more  uniform. 

The  method  independently  devised  by  Dr.  Barnes  for  eliminating  the  efiect  of  the 
stream-lines,  and  at  the  same  time  preventing  all  contact  between  the  conductor  and 
the  glass,  was  to  wind  a  rubber  cord  round  the  conductor  so  as  nearly  to  fit  the  tube, 
after  a  similar  manner  to  that  employed  in  fitting  the  copper  sleeve  of  the  outflow 
thermometer.  This  is  undoubtedly  a  very  simple  and  effective  method,  and  unlikely 
to  get  out  of  order.  It  is  quite  possible  that  some  of  the  discrepancies  in  the  earlier 
experiments  may  have  arisen  from  the  accidental  disarrangement  of  the  stranded 
conductor,  which  might  be  pulled  tight  along  the  side  or  middle  .of  the  tube  in 
refitting  the  apparatus,  either  of  which  contingencies  would  lead  to  serious  errors. 
There  were  many  other  sources  of  error  and  difficulties  in  the  earlier  experiments 
which  might  have  accounted  for  the  effects  observed,  but  Dr.  Barnes'  opinion  on  this 
point  is  entitled  to  the  greatest  weight,  as  he  was  personally  responsible  for  the 
greater  part  of  the  fitting-up  of  the  apparatus.  With  proper  care  I  have  no  doubt 
that  it  would  be  possible  to  obtain  as  accurate  results  with  the  stranded  conductor  as 
by  any  other  method,  but  I  should  be  inclined  to  prefer  the  rubber-spiral  method  as 
being  safer  and  more  certain. 

A  possible  objection  to  the  rubber-spiral  is  that,  since  the  wire  is  held  central  and 
considerably  superheated,  the  temperature  of  the  surface  of  the  glass  must  necessarily 
be  less  than  the  mean  of  the  flow,  in  spite  of  the  mixing  of  the  stream-lines.  This 
would  not  matter  if  the  difference  of  temperature  were  independent  of  the  flow.  Since 
it  is  impossible  to  calculate  what  the  efiect  would  be  in  the  case  of  turbulent  flow,  the 
question  can  be  answered  only  by  trial.  The  experiments  with  the  twisted  strip, 
which  Was  partly  in  contact  with  the  glass  and  gave  a  higher  heat-loss,  were  under- 
taken, at  my  suggestion,  with  the  object  of  testing  this  important  point.  The 
extremely  close  agreement  of  the  results  with  those  obtained  with  the  rubber-spiral 
at  30°  C.  are  suflScient  proof  that  the  error,  if  any,  must  be  extremely  small.  It  is 
unlikely  that  it  could  amount  to  more  than  two  or  three  parts  in  10,000  at  30°, 
and  there  is  no  reason  to  think  that  this  type  of  error  should  increase  largely  at 
higher  temperatures,  where  the  viscosity  of  water  is  much  smaller  and  the  conductivity 
probably  much  larger. 
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(34.)  Collection  for  Variation  of  the  Temperat  are-Gradient  in  the  Flow-Tube. 

The  elementary  theory  of  the  elimination  of  the  heat-loss  in  the  steady -flow  method 
of  calorimetry  assumes  that,  if  the  electric  current  and  the  flow  of  liquid  be  simul- 
taneously varied  in  such  a  manner  as  to  keep  the  rise  of  temperature  the  same,  the 
heat-loss  by  radiation,  &c.,  will  remain  constant.  Dr.  Barnes  (p.  225)  has  quoted 
experiments  to  show  that  this  condition  is  very  closely  satisfied  in  the  present  method, 
and  has  calculated  all  the  results  of  the  investigation  on  this  assumption.  It  will  be 
noticed,  however,  that  there  are  small  systematic  divergences  in  the  experimental 
verification  for  the  small  flows,  which,  though  amounting  only  to  a  few  parts  in  10,000, 
require  careful  examination  as  possible  indications  of  constant  errors. 

So  long  as  the  distribution  of  temperature  throughout  the  apparatus  is  accurately 
the  same  for  the  same  rise  of  temperature,  whatever  the  flow,  the  heat-loss  must  also 
be  identical.  But  if  there  is  any  systematic  change  in  the  temperature  distribution 
with  change  of  flow,  then  there  must  be  a  corresponding  systematic  difference  in  the 
heat-loss,  which  will  lead  to  constant  errors  in  the  calculation  if  no  account  is  taken 
of  it.  A  possible  source  of  error  of  this  type  is  loss  of  heat  by  conduction  along  the 
outflow-tube.  When  the  flow  is  large,  the  heated  liquid  passing  along  the  tube  will 
keep  it  nearly  at  a  uniform  temperature,  so  that  the  gradient  in  the  outflow-tube  will 
be  small,  and  the  conduction  loss  correspondingly  minute.  As  the  flow  is  diminished, 
supposing  the  temperature  of  the  outflow  to  remain  the  same,  the  gradient  in  the 
outflow-tube  must  increase  in  proportion  to  the  reciprocal  of  the  flow,  since  the 
radiation-loss  remains  nearly  the  same.  The  conduction-loss  will  vary  directly  as  the 
gradient,  or  inversely  as  the  flow,  for  a  given  rise  of  temperature. 

A  small  error  of  this  kind,  due  to  conduction,  was  detected  at  an  early  stage  in  the 
mercury-calorimeter,  owing  to  the  large  mass  of  mercury  in  the  flow-tube,  the  small 
rate  of  flow,  and  the  relatively  high  thermal  conductivity  of  the  liquid.  It  was 
practically  eliminated  by  filling  the  greater  part  of  the  outflow-tube  from  the  end  of 
the  vacuum-jacket  with  paraffin  wax,  leaving  only  a  small  passage  for  the  outflow  of 
mercury.  This  made  the  conduction-loss  very  small,  and  nearly  independent  of  the 
flow.  In  the  water  experiment  it  is  easy  to  see  that  the  conduction  loss  must  be 
practically  negligible  in  any  case,  but  special  pains  were  taken  to  make  it  as  small  as 
possible,  and  to  verify  its  non-existence. 

A  more  important  correction  of  this  type  is  that  due  to  variation  of  temperature 
gradient  in  the  fine  flow -tube,  which  can  be  estimated  with  considerable  precision. 
As  the  liquid  flows  along  the  tube  it  is  receiving  heat  at  a  nearly  uniform  rate  from 
the  electric  current,  but  it  is  also  losing  heat  more  and  more  rapidly  by  radiation  as 
its  temperature  rises.  As  a  result,  the  mean  temperature  of  the  fine  flow-tube,  upon 
which  the  radiation-loss  chiefly  depends,  usually  exceeds  the  mean  between  the  initial 
and  final  temperature  by  an  amount  which  varies,  to  a  first  approximation,  inversely 
as  the  flow. 

VOL.  cxcix. — A.  R 
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In  order  to  calculate  the  value  of  this  correction  in  terms  of  the  heat-loss  and  the 
flow,  it  is  necessary  to  consider  the  differential  equation  of  the  distribution  of  tem- 
perature in  the  flow-tube.  We  assume,  as  a  first  approximation,  that  the  temperature 
of  the  surface  of  the  flow-tube,  on  which  the  loss  of'  heat  depends,  is  at  each  point 
nearly  the  same  as  that  of  the  liquid  flowing  through  it.  This  is  very  nearly  true  in 
the  case  of  mercury,  and  to  a  sufiicient  approximation  in  the  case  of  water  under 
suitable  conditions. 

The  rate  of  evolution  of  heat  by  a  current  C  amperes  in  a  length  dx  of  the  tube  is 
C V  dx  watts,  where  r  is  the  resistance  in  ohms  per  centim.  The  rate  of  loss  of  heat 
isfdp  dx,  where  jp  is  the  perimeter  of  the  flow-tube  in  centims.,  and/  the  emissivity 
in  watts  per  sq.  centim.  per  degree  of  temperature  excess  0.  The  rate  of  gain  of  heat 
by  the  liquid  is  J^Q  dff,  where  J  is  the  number  of  joules  in  one  calorie  ;  s  the  specific 
heat  of  the  liquid  in  calories  per  gramme  degree  C  ;  Q  the  flow  of  liquid  in  grammes 
per  second  ;  and  d0  the  rise  of  temperature  in  a  length  dx.  Since  it  is  necessary  to 
take  account  of  the  change  of  resistance  with  temperature,  we  must  substitute  for  r 
the  value  Vq  (1  -}-  ad),  where  a  is  the  temperature-coefiicient  of  the  increase  of 
resistance,  and  r^  the  value  of  ?•  when  ^  =  0.  We  thus  obtain  the  linear  differential 
equation 

JsQd0/dx  +  {fp^C'ar^)0  =  G\ (1). 

Writing  for  brevity,  A  =  (fp  —  C^avQ)  /  JsQ,  and  B  =  Ch'^/JsQ,  and  observing 
that  ^  =  0  when  «  =  0,  since  the  liquid  flows  into  the  tube  at  the  jacket-temperature, 
the  solution  of  this  equation  is 

(9  =  (1  -  e'^-)  B/A (2). 

Since  A  is  very  small  compared  with  B  in  the  actual  experiment,  we  may  obtain  a 
sufficient  approximation  for  our  purpose  by  expanding  the  exponential  and  neglecting 
the  terms  beyond  A^,  which  gives 

^^  •-=  Bx  (1  -  Aa:/2) (3.) 

If  the  whole  length  of  the  fine  flow-tube  is  I,  the  temperature  at  the  end  of  the 
flow-tube  will  be  approximately 

^/=BZ(1  -.AZ/2) (4), 

and  the  mean  temperature  ^«  from  0  to  I,  will  be 

0,,  =  B/  (1  -  A//3)/2 (5). 

It  will  be  observed  that  the  value  of  A  is  zero,  and  that  the  gradient  is  constant 
throughout  the  tube  for  a  particular  value  of  the  current,  C^  =  J^/^^'o>  which  may  be 
called  the  critical  value  of  the  current.     In  this  case  the  radiation-loss  along  the 
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flow-tube  is  exactly  compensated  by  the  increase  of  resistance  of  the  conductor  with 
rise  of  temperature.  I  made  use  of  this  relation  in  some  experiments  on  conduction 
of  heat  in  metals  by  an  electrical  method  with  Mr.  King  in  1895,  and  also  in  some 
experiments  on  the  conduction  of  heat  in  liquids,  §  31,  in  which  the  elimination  of  the 
heat-loss  was  a  matter  of  some  importance  as  simplifying  the  differential  equation. 
In  the  calorimetric  experiment,  the  constancy  of  the  gradient  along  the  tube  was 
not  a  matter  of  primary  importance,  provided  that  the  temperature  distribution  was 
approximately  the  same  for  different  flows.  Moreover,  the  relation  could  not  apply 
accurately  to  both  the  flows  required  in  the  experiment.  Nevertheless,  I  thought  it 
worth  while,  in  designing  the  dimensions  of  the  calorimeter  and  the  details  of  the 
experiment,  to  arrange  that  the  compensation  might  hold  for  a  value  of  the  flow 
between  '5  and  TO  gramme  per  second  in  the  water  experiment,  as  nearly  as  it 
could  be  estimated  beforehand.  The  gradient  would  then  be  nearly  constant,  and 
the  mean  temperature  of  the  flow-tube  nearly  half  the  rise  of  temperature  observed 
with  the  differential-thermometers. 


(35.)  Application  to  the  Mercwy  Experiments. 

Neglecting  for  the  present  that  part  of  the  heat-loss  which  occurs  in  the  outflow- 
tube  before  the  liquid  reaches  the  middle  of  the  thermometer  bulb  where  its 
temperature  is  measured  (which  loss  is  a  comparatively  small  fraction  of  the  whole 
in  the  mercury  experiment),  the  systematic  error  of  the  elementary  theory  given  by 
Dr.  Barnes,  p.  152,  consists  in  assuming  that  the  mean  temperature  of  the  flow-tube 
is  always  the  same  for  the  same  rise,  or  that  the  gradient  is  independent  of  the 
flow.  This  is  equivalent  to  assuming  the  mean  temperature  of  the  flow-tube  equal 
to  0i/2  instead  of  0^-  The  error  of  this  assumption  may  be  approximately  estimated 
from  equations  (4)  and  (5)  above,  which  give 

e,  =  {l+AJ/6)d,/2 (6). 

If  we  write  (as  in  Barnes,  p.  242)  cW  for  the  whole  rise  of  temperature  observed 
by  the  differential  thermometers,  and  h  dd  for  the  heat- loss,  we  must  then  regard  h 
as  variable  with  the  flow,  since  the  heat-loss  is  really  fpl6^.  We  thus  arrive  at  the 
expression. 

Heat-loss  =fpie^  =fpl  (1  +  AZ/6)  ^//2  =  Aq  (1  +  A//6)  dO .     .     .     (7), 

in  which  dd  is  written  for  ^/,  and  ho  is  the  value  of  the  heat-loss  per  degree  rise 
when  the  gradient  is  constant  (A  =  0),  namely  fpl/2.  We  have  also,  to  the  same 
order  of  approximation, 

AZ  =  2Ao/J5Q-ac?^    .........     (8). 
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Hence,  the  complete  equation  of  the  method,  when  corrected  for  the  effect  of  the 
variation  of  the  temperature  gradient  in  the  fine  flow-tube,  becomes 

EG  =  J^Q  cie  +  /i  Jl  +  hj^isq  -  a  d0/6)  dd (9). 

If  we  divide  through  the  equation  by  dd,  and  write  5  =  5^(1  +  cZ),  since  our 
object  is  to  determine  the  variations  of  5,  we  obtain 

EC/cZ^  -  J^oQ  =  D  =  J^oQ^Z  +  ^0  (1  -  «  d^/^)  +  V/3J5Q     .     .     (10), 

in  which  D  is  employed  as  an  abbreviation  for  the  expression  on  the  left-hand  side, 
which  it  is  most  convenient  to  calculate  as  the  first  stage  in  the  reduction  of  the 
observations. 

By  combining  the  observations  for  two  diflferent  flows,  Q'  and  Q",  for  which  the 
current  is  adjusted  to  give  approximately  the  same  rise  of  temperature,  dd^  if  D'  and 
D"  are  the  corresponding  values  of  the  difference  observed,  we  obtain 

(D' -  D'0/(Q' -  Q")  =  J^o^  -  V/3  J*Q' Q" (11). 

Since  the  last  term,  which  represents  the  effect  of  the  correction  sought  on  the 
variations  of  the  specific  heat,  is  generally  very  small,  the  equation  may  be  readily 
solved  by  approximation,  employing  the  value  of  h  found  in  the  first  instance  by 
neglecting  the  term  involving  h^. 

As  an  example  of  the  order  of  magnitude  of  the  correction,  and  of  the  method  of 
application,  we  may  take  the  following  experimental  results,  which  were  given  as  an 
illustration  of  the  method  at  the  meeting  of  the  British  Association  in  1897,  and 
were  quoted  in  the  *  Electrician  '  of  that  date.  In  all  the  earlier  series  of  observa- 
tions, three  independent  flows  were  taken,  with  the  same  rise  of  temperature  at  each 
point,  with  the  object  of  verifying  the  theory  of  the  method,  and  detecting  possible 
sources  of  error.  If  the  values  calculated  from  the  largest  and  smallest  flow 
disagreed  with  the  observation  on  the  intermediate  flow,  it  was  a  sure  sign  of  some 
error  or  defect  in  the  work.  I  thought  at  first  that  it  might  be  possible  to  determine 
the  conduction  error  experimentally  in  this  manner,  but  the  effect  proved  to  be 
too  small. 

Table  VIII. — Example  of  Calculation  of  Specific  Heat  of  Mercury.* 


Flow,  Q. 

(1) 

(2) 
(3) 

8-7.53 
6-740 
4-594 

Rise,  dO. 


11-764 

11-8720 

12-301 


Watts,  EC. 


ILCIde, 


•UOOQ. 


U-862 

11-696 

8-488 


1-2632 
-9851 
•6901 


1-2255 
•9435 
•6433 


D. 


AV3J6Q. 


Besults, 
corrected. 


•0377 
•0416 
•0468 


•0008 
•0010 
•0015 


A=^0546 
Jsc?=  -  •  00202 
Js=« -13798 


*  These  results  are  given  merely  as  an  illustration  of  the  method ;  they  were  not  corrected  for  the 
absolute  values  of  the  resistances  and  other  minor  sources  of  error. 
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In  working  out  these  results,  the  standard  value  of  the  specific  heat  was  taken 
as  Jsq  =  '1400  joule  per  gramme  degree,  since  the  specific  heat  of  mercury  is 
approximately  -3-oth  of  that  of  water.  If  we  take  only  the  values  of  the  difference  D 
corresponding  to  the  first  and  third  flows,  and  calculate  the  values  of  h  and  Jsd, 
according  to  the  elementary  theory,  neglecting  the  correction  term  hysJ;sQ,  we  find 

Jsd  =  (D'  -  D'')/(Q'  -  Q'O  =  -  •0091/4-159  =  -  '00219, 
whence,  h  =  '0568,  Js  =  1400  —  '00219  =  '13781  joule  per  gramme  degree. 

As  a  verification,  we  may  calculate  the  value  of  D  for  the  intermediate  flow  (2). 
We  find  Dj  =  '0420,  in  place  of  the  observed  value  '0416^  The  diflerence  is  only 
four  parts  in  10,000,  on  EC/cZ^,  and  might  well  be  attributed  to  errors  of  obser- 
vation in  these  preliminary  experiments. 

Inserting  the  correction  for  the  variation  of  the  temperature  gradient  in  the  flow- 
tube,  by  subtracting  hysJsQ  from  each  of  the  corresponding  values  of  D,  and  then 
calculating  as  before,  we  find  the  corrected  results  given  in  the  last  column,  which 
exceed  those  calculated  on  the  elementary  theory  by  nearly  one  part  in  700.  It 
should  be  remarked  that  this  correction  can  be  deduced  with  certainty  from  (1) 
and  (3)  without  reference  to  (2).  It  cannot  be  calculated  satisfactorily  firom  three 
flows,  as  it  depends  on  small  difierences. 

(36.)  Correction  of  Remits  with  Water  Calorimeter. 

In  applying  the  correction  to  the  water  calorimeter,  it  is  necessary  to  take  some 
account  of  the  heat-loss  from  the  outflow- tube  round  the  thermometer  bulb,  as  well 
as  that  from  the  fine  flow-tube.  This  changes  the  numerical  factors,  which  depend 
to  some  extent  on  the  dimensions  of  the  tubes,  but  the  theory  of  the  correction 
is  otherwise  unchanged.  Assuming  the  heat -loss  from  the  thermometer  bulb  to 
be  two-fifths  of  the  whole,  which  is  sufiiciently  exact,  since  the  whole  correction  is 
very  small  and  a  change  of  one-tenth  in  the  ratio  would  not  alter  the  result  by  more 
than  2  or  3  per  cent,  of  itself,  equation  (10)  becomes 

Y.Q/de  -  J^oQ  =  D  =  J^-oQ^Z  +  /^o  (1  -  ctde/VQ)  +  V  1 1/25J«Q  .     .     (12), 

and  the  correction  to  be  added  on  this  account  to  the  value  of  the  specific  heat  in 
joules,  as  calculated  by  Dr.  Barnes,  is  given  by  the  expression 

Correction  for  Variation  of  Gradient  with  Flow  =  -f  llAoV25J5Q'Q"  .     (13) 

In  calculating  this  correction  it  is  desirable  to  rse  the  corrected  value  of  Aq,  which 
is  obtained  from  that  of  ^  as  given  by  Dr.  Barnes  by  adding  the  tepns 

Correction  to  value  of /<  =  +  ahcW/lO  -  (ll/iV25J,s)  (1/Q'  -j-  1/Q'')    .     (14). 
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The  standard  value  of  Jsq  assumed  in  reducing  the  tables  in  the  case  of  water  for 
calculating  the  value  of  D,  was  the  British  Association  unit  of  4*200  joules.  Inserting 
this  value,  and  putting  a  =  •0039,  we  have  the  numerical  formulaB 

Correction  toh=  +  'OOOS9hd0  —  'lOS^VQ'  —  "lOS/iVQ". 

Correction  to  J  =  +   lOSV/Q'Q" (15). 

These  formulae  are  to  be  employed  in  correcting  the  results  for  the  specific  heat  of 
water  given  in  the  summarized  tables  (Barnes,  p.  243). 

In  cases  where  more  than  two  flows  are  available  at  the  same  time  and  under  the 
same  conditions,  it  is  naturally  possible  to  obtain  a  more  reliable  value  for  the  result 
by  utilising  all  the  flows,  so  as  to  minimize  the  effect  of  accidental  errors.  The 
accuracy  of  the  work  may  then  be  verified  by  comparing  the  observed  values  of  D  for 
each  flow  with  those  calculated  by  equation  (12).  AJs  an  illustration  we  may  take 
observations  I.  and  II.  with  calorimeter  D  (Barnes,  p.  243),  which  are  also  selected 
by  Dr.  Barnes  as  an  experimental  verification  of  the  elementary  theory. 

Table  IX. — Correction  for  Variation  of  Gradient  in  Flow-Tube. 
Specific  Heat  of  Water.     Observations  I.  and  II.  (Barnes,  Table  XVIIL,  p.  243), 

Calorimeter,  D. 


Number  of  flow            .     . 
Flow,  Q,  gramme  per  second 

1               1 

(1)        !        (2)        1        (3) 
•6741              -3993     |       3902 

(4) 
•4967 

(5)         Mean  of  2, 3, 4 
•2482              ^4287 

hoj  watts  per  degree     .      .  |       06975     •     -06975 
•0039Aorf^/10   .      .      .      .'-00021       --00022 

•105V/Q '+ -00076      + -00128 

-•0190Q 1-01281      -    00758 

i 

•06975 
-•00022 
+   00132 
-  -00741 

•06975 

-  00022 
+  00103 

-  • 00944 

•06975             06975 

-  ^00022        -  ^00022 
+  00207        +  ^00120 

-  00471        -  -00815 

D,  calculated     .      .      .      J   (05749)*        06323     !     -06344 
D,  observed      ....       -05749          -06317     !     -06318 
•07145- •00207Q    .      .      .     (-05749)*        06318     ;     -06337 

i 

•06112 
•06135 
•06117 

•06689          (-06258)* 
-06691     i        06257 
-06631     1     (-06257)* 

The  last  column  gives  the  mean  of  the  three  intermediate  flows,  which  has  been 
combined  with  the  first  flow  in  the  calculation  of  the  results.  The  second  line  gives 
the  approximate  values  of  the  flows,  which  are  required  in  working  out  the  results. 

The  next  four  lines  give  the  values  of  the  several  terms  in  equation  (12)  for  the 
calculation  of  D.  The  two  unknown  quantities  Aq  and  Jsd  are  calculated  by  assuming 
the  values  of  D  enclosed  in  brackets  for  (l)  and  the  mean  of  (2,  3,  and  4). 

The  values  of  D  "  calculated  "  are  obtained  by  adding  the  numbers  in  the  four 
lines  above,  and  are  corrected  for  the  effect  of  variation  of  the  gradient  in  the  fine 
flow-tube.  The  values  D  "  observed,"  given  in  the  next  line,  are  taken  from  the 
tables,  and  are  found  by  subtracting  4'2Q  from  EC/rf^. 

*  Assumed  in  the  calculation  of  ^  and  d. 
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The  last  line  contains  the  values  of  D  calculated  on  the  elementary  theory, 
neglecting  the  variation  of  the  gradient,  assuming  the  same  two  values  (1)  and 
(2,  3,  4),  and  taking  the  heat-loss  per  degree  constant.  This  assumption  gives 
h  =  '07145  for  the  heat-loss,  and  3sd  =  —  '00207  joule  per  gramme  degree  for  the 
defect  of  the  specific  heat  from  4 '200. 

Comparing  the  observed  and  calculated  values  of  D  on  the  two  assumptions,  we 
see  that  the  relatively  large  discrepancy  of  "00060  on  the  elementary  theory  in  the 
value  calculated  for  the  small  flow  (5),  is  exactly  accounted  for  by  the  correction  for 
variation  of  the  gradient  in  the  flow- tube. 

The  effect  of  applying  the  correction  in  this  particular  case  is  to  increase  the  value 
of  the  specific  heat  from  4' 1793  to  4' 1810,  i.e.,  by  4  parts  in  10,000.  This  correction 
is  very  small,  but  it  cannot  be  neglected,  because  it  is  systematic.  Besides,  it  is 
much  larger  than  the  errors  of  observation,  which  rarely  amount  to  so  much  as 
1  in  10,000  on  a  single  flow  with  a  rise  of  8°. 

In  the  discussion  of  these  observations.  Dr.  Barnes  (§  5,  p.  226)  concludes,  from 
the  close  agreement  of  the  observed  and  calculated  values  of  the  heat-loss  for  the 
larger  flows,  that  the  elementary  theory  is  valid  and  requires  no  correction,  provided 
that  the  flow  exceeds  a  certain  limit,  about  '35  gm./sec.  But  the  agreement  for 
the  larger  flows  results  merely  from  his  method  of  calculation,  and  is  no  evidence 
that  the  correction  is  negligible.  The  need  for  the  correction  could  not  arise  ^er 
salfum  below  a  certain  limit,  as  he  suggests. 

The  existence  of  the  correction  is  obviously  required  by  theory,  and  it  is  a 
remarkable  veAfication  of  the  accuracy  of  his  observations  that  the  small  apparent  dis- 
crepancy on  the  smaller  flows,  which  he  was  prepared  to  attribute  to  some  unknown 
source  of  error,  should  be  so  nearly  accounted  for  by  the  variation  of  temperature 
distribution  with  flow,  which  is  a  necessary  consequence  of  the  method  adopted. 

In  going  through  the  summary  of  observations  (Barnes,  Table  XVIII.),  it  may  be 
noticed  that  there  is  generally  a  small  systematic  error  of  this  nature  in  the  results, 
as  calculated  on  the  elementary  theory,  tending  to  make  the  value  of  the  specific 
heat  smaller,  the  smaller  the  flows  from  which  it  is  calculated.  It  would  not, 
however,  be  worth  while  to  recalculate  the  whole  in  detail  as  above  illustrated, 
because  the  correction  is  so  small  that  it  may  reasonably  be  applied  to  the  observa- 
tions as  a  whole. 

In  any  particular  case,  for  a  pair  of  flows,  the  correction  can  most  easily  be  applied 
by  means  of  the  numerical  formulae  (15)  already  given.  This  will  not  give  the  best 
results,  if  more  than  two  flows  are  available,  but  the  residual  errors  xv^ill  then  be 
accidental,  so  far  as  this  particular  correction  is  concerned.  A  few  examples  of  this 
method  of  correction,  taken  from  the  first  few  experiments  at  29° '10  C.  with 
calorimeter  C,  are  given  in  the  following  table.  The  heat-loss  in  this  calorimeter 
was  much  smaller  than  in  calorimeter  D,  owing  to  a  better  vacuum  and  a  smaller 
flow-tube.     The  correction  is  consequently  smaller,  and  its  effect  is  more  obscured  by 
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accidental  errors,  but  so  far  as  it  goes,  it  tends  to  bring  the  observations  into  bettei 
agreement. 

Table  X. — Correction  for  Variation  of  Gradient  in  Flow-Tube,  Calorimeter  C. 


Number  of 
Experiment. 

Values  of  Flow. 

Heat-Loss  h  per  1°. 

Specific  Heat  in  Joules. 

cy. 

Q". 

Table. 

Reduced. 

Table. 

Corrected. 

III. 

IV. 

V. 

VI. 

•665 
•501 
•660 
•590 

•399 
•258 
•392 
•375 

•04944 
•05123 
•04937 
•04965 

•04859 
•04989 
•04859 
•04882 

4 •1803 
41771 
4  1795 
4  1790 

4^1813 
41791 
4^1805 
4 •1802 

The  general  effect  of  the  correction  here  is  to  rais3  the  values  by  about  1  in  4000 
for  the  larger  pairs  of  flows.  The  discrepancy  between  Experiments  III.  and  IV.  is 
mainly  due,  as  the  values  of  D  show,  to  accidental  errors  of  the  small  flows  in 
opposite  directions.  The  mean  value  4*1803  agrees  very  well,  allowing  for  the 
difference  of  temperature,  with  the  value  4*1810  deduced  from  observations  I.  and  11. 
with  calorimeter  D  at  28^-0  C,  which  would  give  4-1805  at  29°-10  C. 


(37.)   Va^Hation  of  the  Gradient'CorrectioJi  with  Temperature. 

The  importance  of  this  correction  arises  chiefly  from  the  fact  that  the  value  of  the 
heat-loss  increases  with  rise  of  temperature  for  any  calorimeter.  As  a  result,  the 
correction,  which  depends  on  the  square  of  the  heat-loss,  is  considerably  larger  at 
higher  temperatures,  and  thus  affects  the  curve  of  variation  of  the  specific  heat  as 
well  as  the  absolute  values.  If  the  correction  were  constant,  it  would  affect  only  the 
absolute  values,  which  would  matter  little  owing  to  the  uncertainty  of  the  electrical 
units. 

As  an  illustration  of  the  greater  importance  of  this  correction  at  higher 
temperatures,  the  last  four  observations  (Bajrnes,  Series  8,  Table  XVIII.)  are  given  in 
the  next  table,  reduced  and  corrected  in  a  similar  manner.  Although  these  observa- 
tions do  not  include  any  exceptionally  small  values  of  the  flow,  the  correction  at  the 
higher  points  nearly  reaches  1  in  1000  owing  to  the  larger  value  of  the  heat-loss. 
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Table  XI. — Correction  for  Variation  of  Gradient  in  Flow-Tube,  Calorimeter  C, 

Series  8. 


Number  of 
Experiment. 

Temperature, 
Centigrade. 

Values  of  Flow. 

Heat-Loss  per  1°. 

Specific  Heat  in  Joules. 

Q'. 

Q". 

•384 
•402 
•388 
•388 

Table. 

Reduced. 

Table. 

4  1920 
4  2017 
4  1951 
4- 1890 

Corrected. 

LII. 
LIII. 
LIV. 

LV. 

e 

74  05 
91-55 
80-38 
68-21 

-621 
-644 
•617 
•603 

•08469 
-10011 
-09218 
•08283 

•08198 
•09643 
•08891 
•08011 

4-1950 
4-2055 
4-1986 
4-1919 

The  eflfect  of  the  correction  on  the  curve  of  variation  of  specific  heat  is  most 
readily  appreciated  by  taking  the  approximate  formula  for  the  variation  of  the  heat- 
loss  with  temperature,  given  by  Dr.  Barnes,  p.  253,  which,  when  slightly  reduced  to 
allow  for  the  correction  of  the  value  of  h  given  in  equation  (15),  becomes 

h  =  -0300  +  -00070^ (16). 

This  formula  represents  the  experimental  results  very  fairly,  except  for  the  lower 
temperatures  in  the  neighbourhood  of  0°  C.  It  leads  to  the  following  values  of  the 
corrections  for  the  specific  heat  in  joules  and  calories. 


Table  XII. 


-Variation  of  Gradient-correction  with  Temperature,  and  Corrected 
Values  of  Specific  Heat  of  Water. 


Temperature, 
Centigrade. 

Heat-Loss. 

Correction  •lOS  V/Q'Q". 

Results, 

1900, 

Corrected. 

Reduced 
to  H  scale. 

Formula  (16). 

E^. 

Joules. 

Calories. 

e 

0 
10 
20 
30 
40 
50 
60 
70 
80 
90 
100 

-0300 
•0370 
•0440 
•0510 
•0580 
•0650 
•0720 
-0790 
-0860 
•0930 
•1000 

•033 
•039 
•045 
•051 
•058 
•066 
•074 
•083 
-094 
•105 
•117 

•00038 
•00058 
•00082 
-00109 
•00141 
•00177 
•00218 
•00263 
•00312 
•00364 
•00420 

•00009 
•00014 
•00019 
•00026 
•00034 
-00042 
-00052 
•00063 
•00074 
•00087 
•00100 

10080 

r0029 

10000 

0-9987 

0-9986 

0-9993 

1-0005 

1-0018 

10033 

1-0048  • 

1-0062 

1-0084 
10031 
1-0000 
0-9986 
0-9984 
0-9989 
1-0000 
10013 
1-0027 
1-0041 
1-0055 

In   calculating   the   correction,   the   value   of    the    product    Q'Q''    is    taken    as 
•64  X  '39  =  '25,  which  represents  fairly  the  values  of  the  larger  pair  of  flows  on 
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which  the  results  mainly  depend.  The  corrections  calculated  from  the  actual 
numbers  in  the  tables  are,  as  a  rule,  slightly  larger  than  those  calculated  from  the 
formula  for  the  heat-loss,  but  the  latter  are  usually  within  1  in  10,000  of  those 
observed. 

It  may  be  interesting  to  remark  that  formula  (16)  gives  a  mean  rate  of  increase  of 
the  heat-loss  which  is  proportional  to  the  fourth  power  of  the  absolute  temperature 
over  the  range  0°  to  80°.  The  fourth  power  law  is  well  known  to  represent  heat-loss 
by  radiation  with  considerable  accuracy  over  a  moderate  range  at  ordinary 
temperatures  under  conditions  similar  to  those  of  this  experiment.  Values  of  the 
1:  eat-loss  calculated  according  to  the  fourth  power  law  starting  from  the  same  value 
at  30°  C,  are  given,  for  comparison,  in  the  third  column,  headed  E^.  They 
represent  the  experimental  numbers  rather  better  than  the  linear  formula  (16)  at 
temperatures  below  30°,  but  give  results  which  are  a  little  too  high  at  80°  and  90°. 
The  corrections  in  the  table  have  been  calculated  from  the  linear  formula,  but  the 
diflference  would  be  very  slight  over  the  greater  part  of  the  range. 

The  values  of  the  specific  heat  given  in  the  column  headed  "Results,  1900, 
Corrected,"  are  obtained  from  those  calculated  by  the  formulse  given  by  Barnes, 
*Proc.  Roy.  Soc.,'  1900,  p.  242,  by  adding  the  correction  in  calories  given  in  the 
previous  column,  and  expressing  the  results  in  terms  of  a  unit  at  20°  C,  instead  of 
the  unit  at  16°  employed  by  Barnes.  Although  the  values  of  the  corrections  are 
worked  to  the  next  figure,  I  have  not  considered  it  desirable  to  give  the  values  of 
the  specific  heat  beyond  1  part  in  10,000. 

It  happens,  by  a  curious  coincidence,  that  the  correction  for  the  variation  of  the 
temperature  gradient  is  very  nearly  equal  and  opposite  to  the  correction  required  to 
reduce  the  results  to  the  hydrogen  scale,  if  calculated,  as  previously  explained  in 
Section  23,  from  the  observations  of  Joule  and  Thomson  for  air  at  a  constant 
pressure  of  76  centims.  The  values  given  in  the  last  column,  reduced  to  the 
hydrogen  scale,  are  practically  identical  with  those  calculated  directly  from  Barnes' 
formulae  without  correction,  except  that  they  are  expressed  in  terms  of  a  imit  at 
20°  C,  and  are  corrected  for  an  obvious  misfit  of  the  formulae  at  55°  C.  (see  §46). 

Part  V. — Discussion  of  Results. 

(38.)  Meaning  of  the  Term  "  Specific  Heat.'* 

^rhe  term  "  specific  heat "  is  here  employed  as  an  abbreviation  for  the  phrase 
"  specific  capacity  for  heat,"  or  "  thermal  capacity  of  unit  mass, '  i.e.,  the  quantity  of 
heat  per  unit  mass  per  degree  required  to  raise  the  temperature  of  a  substance, 
in  a  similar  manner,  "  specific  electrical  resistance  "  or  **  resistivity  "  of  a  substance  is 
understood  to  mean  the  resistance  of  the  material  per  unit  area  of  section  per  unit 
length.     On  this  understanding,  specific  heat  may  be  measured  in  terms  of  any  con- 
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venient  unit,  either  in  joules  per  gramme  per  degree  Centigrade,  or  in  foot-pounds 
per  pound  per  degree  Fahrenheit,  without  any  implied  reference  to  the  properties  of 
water.  On  the  other  hand,  it  is  not  unusual  in  elementary  text-books  to  define  specific 
heat  as  the  ratio  of  the  thermal  capacity  of  a  given  mass  of  the  substance  considered 
to  that  of  an  equal  mass  of  water  at  a  standard  temperature.  The  two  definitions 
lead  to  the  same  numerical  results,  provided  that  the  unit  of  heat  is  the  thermal 
capacity  of  unit  mass  of  water  at  the  standard  temperature.  But  there  is  nothing  in 
the  derivation  of  the  term  **  specific  heat "  to  imply  that  it  denotes  a  ratio  with 
respect  to  water  at  a  standard  temperature,  and  I  think  that  this  definition  unduly 
restricts  the  meaning,  and  has  given  rise  indirectly  to  a  good  deal  of  confusion. 

(39.)  Choice  of  a  Standard  Temperature  for  the  Thermal  Unit 

In  addition  to  the  absolute  unit  of  heat,  which  is  naturally  the  same  as  the  unit  of 
mechanical  energy,  it  is  necessary  for  practical  calorimetry  to  adopt  as  a  standard  of 
reference  a  thermal  unit  equal  to  the  quantity  of  heat  required  to  raise  unit  mass 
of  water  one  degree  at  a  standard  temperature.  For  purely  academic  purposes,  it 
would  suffice  to  adopt  either  of  the  time-honoured  standards  at  0°  C.  or  4^  C,  which 
have  been  frequently  proposed,  and  are  still  to  be  found  in  the  majority  of  text- 
books. But  it  has  been  conclusively  shown  that  the  specific  heat  of  water  at  these 
low  temperatures  is  considerably  higher  than  over  the  range  which  is  commonly 
employed  for  calorimetric  determinations.  The  units  at  0°  and  4°  would  be  practically 
inconvenient  on  this  account.  A  still  more  serious  objection  is  that  the  specific  heat 
at  these  temperatures  cannot  readily  be  determined  with  the  same  order  of  accuracy 
as  at  ordinary  temperatures.  The  unit  of  4*200  joules  proposed  by  the  British 
Association  Committee,  which  was  supposed  at  that  time  to  represent  the  specific 
heat  of  water  in  joules  per  gramme  degree  at  10®  C,  is  open  to  the  additional  objection 
that  it  is  really  an  absolute  unit  in  disguise,  and  that,  as  such,  it  is  superfluous,  and 
does  not  satisfy  the  requirement  of  a  thermal  unit  defined  in  terms  of  the  specific 
heat  of  water  at  a  definite  temperature. 

For  practical  purposes,  it  is  evidently  necessary  to  define  the  thermal  unit  in  terms 
of  the  mean  specific  heat  over  a  range  of  temperature  rather  than  at  a  definite  point. 
The  range  of  1°,  which  is  generally  taken  in  definitions,  is  evidently  too  small  for 
the  accurate  measurement  of  the  rise  of  temperature  in  terms  of  the  fundamental 
interval.  These  very  small  ranges  of  temperature  have  firequently  been  employed  in 
calorimetry,  as  in  Joule's  earlier  experiments,  for  the  purpose  of  reducing 
the  uncertain  correction  for  external  heat-loss ;  but  with  modern  appliances  for 
accurate  thermal  regulation,  and  provided  that  the  duration  of  the  experiment  is  not 
unduly  prolonged,  it  is  quite  possible  to  employ  a  rise  of  10°  or  more  without  the 
uncertainty  of  the  heat-loss  exceeding  the  probable  theormometric  error. 

So  far  as  the  thermometric  error  alone  is  concerned,  the  obvious  interval  to  select 
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is  the  ftindamental  interval  itself.  For  this  reason,  the  "mean  calorie,"  which  is 
equal  to  one-hundredth  part  of  the  quantity  of  heat  required  to  raise  the  temperature 
of  a  gramme  of  water  from  0°  to  100*"  C,  has  been  often  proposed  as  the  most  suitable 
thermal  unit.  But  in  this  case  the  calorimetric  difficulties  due  to  the  large  range  of 
temperature  are  so  exaggerated  that  the  relation  of  the  mean  calorie  to  the  practical 
unit  employed  in  calorimetry  cannot  be  determined  with  the  same  order  of  accuracy 
as  the  practical  unit  itself  can  be  realized.  This  point  is  further  illustrated  in 
Section  45  below.  An  equivalent  proposition  is  to  select  as  the  standard  temperature 
for  the  definition  of  the  thermal  unit  that  temperature  at  which  the  specific  heat  is 
equal  to  its  mean  value  over  the  fundamental  interval.  The  objection  to  this  is  that 
it  leaves  the  standard  temperature  uncertain.  If,  however,  a  definite  temperature  of 
either  15°  or  20^  C.  were  selected,  we  should  have  a  definite  unit,  which  would 
probably  be  within  one  part  in  a  thousand  of  the  mean  calorie,  or  near  enough  for  all 
practical  purposes. 

On  the  whole,  a  range  of  10°  appears  to  be  the  most  appropriate  to  adopt  for  the 
practical  definition  of  the  thermal  unit.  Rowland's  results  for  the  specific  heat  were 
calculated  in  this  manner  by  taking  the  mean  value  over  each  interval  of  ten  degrees. 
Griffiths  also  adopted  a  range  often  degrees,  15''  to  25°,  in  his  experiments,  and  his 
results  may  be  held  to  refer  to  the  mean  of  this  range,  which  is  also  very  close  to  the 
mean  of  the  range,  18°  to  20°,  of  Schuster  and  Gannon's  experiments.  For  this 
reason,  I  have  been  in  the  habit  for  some  years  of  expressing  results  in  terms  of  the 
mean  specific  heat  of  water  over  the  range  15°  to  25°  C,  which  is,  within  1  part  in 
20,000,  the  same  as  the  value  at  20°  C  The  mean  thermal  unit  over  this  range  may 
conveniently  be  called  the  "calorie  at  20** C,"  although  of  course  it  cannot  be 
practically  realized  except  as  the  mean  over  a  range. 

The  preliminary  results  for  the  variation  of  the  specific  heat  of  water  communicated 
to  the  British  Association  at  the  Dover  meeting  in  1899,  were  expressed  in  terms  of 
the  calorie  at  20°  C.  I  have  thought  it  important  to  retain  this  unit  in  the  present 
paper  to  avoid  confusion,  although  Dr.  Barnes  and  Mr.  Griffiths*  have  since  proposed 
units  at  16°  and  15°  respectively,  as  being  probably  closer  in  magnitude  to  the  mean 
calorie  between  0°  and  100°  C.  From  a  scientific  point  of  view  there  is  little  to 
choose  between  these  units,  and  the  relation  between  them  is  known  with  a  high 
degree  of  accuracy  ;  but  as  a  question  of  practical  calorimetry,  I  think  the  unit  at 
20°  is  undoubtedly  superior.  In  all  accurate  calorimetric  work  it  is  necessary  to 
employ  thermal  regulators,  and  there  can  be  no  doubt  that  from  this  point  of  view 
the  range  10°  to  20°,  corresponding  to  the  unit  at  15^0.,  is  too  low.  The  range  20° 
to  30°  would  be  better  for  temperature  regulation  than  15°  to  25°,  but  I  adopted  the 
latter  as  corresponding  to  the  mean  of  Rowland's,  and  Griffiths',  and  Schuster's 
experiments,  and  as  agreeing  more  nearly  with  the  mean  range   of  an   ordinary 

*  More  recently,  Griffiths  (*  Thermal  Measurement  of  Energy,'  Cambridge,  1901)  has  proposed  to 
adopt  the  calorie  at  17-5°  C,  or  the  mean  value  over  the  range  15*-20*  C. 
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caloiimetric  experiment  without  a  thermal  regulator.  It  might  be  objected  that 
Schuster  (range  18°  to  20°)  and  Ludin  (range  11°  to  18°)  found  it  necessary  to  keep 
the  caloiimeter  always  hdow  the  temperature  of  its  surroundings,  in  order  to  avoid 
readings  on  a  stationary  or  falling  temperature,  which  are  quite  unreliable  with 
a  mercury-thermometer,  owing  to  capillary  friction.  But  even  in  this  case  it  would 
be  better  to  use  a  regulator  at  25°,  to  avoid  any  risk  of  cooling  the  calorimeter  below 
the  dew-point,  if  a  range  of  1 0°  is  required. 

(40.)  Choice  of  a  Standard  Scale  of  Temperature. 

An  equally  important  question  in  the  definition  of  the  practical  thermal  unit  is  the 
choice  of  the  scale  of  temperature  to  which  it  should  be  referred.  There  would 
probably  be  little  hesitation  in  selecting  the  scale  of  the  constant-volume  hydrogen- 
thermometer  at  1  metre  initial  pressure ;  but  this  necessitates  the  further  considera- 
tion of  the  secondary  standard  by  which  the  practical  unit  is  to  be  realized,  as  it 
would  of  course  be  quite  impossible  to  employ  the  hydrogen-thermometer  at  constant- 
volume  directly  in  a  calorimetric  experiment.  The  mercury-thermometer,  which  is 
regarded  at  present  as  the  representative  of  the  normal  scale,  is  a  most  unsatisfactoiy 
instrument  for  accurate  calorimetric  work.  Some  of  its  defects  in  this  respect  have 
already  been  incidentally  mentioned,  and  it  is  impossible  to  regard  with  confidence 
results  obtained  by  its  use  under  conditions  so  different  from  those  of  the  comparison 
with  the  ultimate  standard.  The  only  satisfactory  method  of  standardizing  a  mercury- 
thermometer  under  the  conditions  of  experiment,  is  by  comparison  with  a  platinum- 
thermometer.  In  the  great  majority  of  cases  it  would  be  far  less  trouble  to  discard 
the  mercury-thermometer  in  accurate  work  and  employ  the  platinum-thermometer 
itself  The  results  could  be  nominally  reduced  to  the  hydrogen  scale  in  the  manner 
described  in  the  present  paper,  with  an  accuracy  which  is  limited  only  by  the  gas- 
thermometer.  But  though  nominally  expressed  in  terms  of  the  hydrogen  scale,  and 
subject  to  all  the  uncertainties  of  gas-thermometry,  the  results  would  have  the 
advantage  of  being  really  referred  to  a  practical  scale  which  could  be  reproduced  at 
any  time  with  an  accuracy  depending  only  on  that  of  the  original  observations. 

Although  it  is  very  generally  admitted  that  the  platinum-thermometer  is  the  most 
accurate  instrument  for  scientific  work,  it  is  also  commonly  assumed  that  the  mercury- 
thermometer  is  much  easier  to  work  with.  This  is  quite  a  mistake  if  an  accuracy  of 
the  order  of  *001°  C.  is  aimed  at.  If  anyone  wishes  to  realize  the  incalculable  simplifica- 
tion introduced  into  accurate  work  by  the  employment  of  platinum-thermometers 
instead  of  mercury,  even  over  the  range  0°  to  100°C.,  he  should  try  to  perform 
an  experiment  like  the  present.  After  endless  labour  spent  in  calibrating  and 
standardizing  a  suitable  series  of  limited  scale-thermometers,  he  would  probably  find 
all  his  observations  spoilt  by  uncertainties  of  stem  exposure  and  capillary  friction, 
and  more  particularly  by  unknown  changes  of  zero  at  the  higher  points  of  the  range. 
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It  is  no  exaggeration  to  say  that  this  investigation  could  not  have  been  carried  out 
successfiiUy  without  the  direct  employment  of  platinum-thermometers. 

(41.) '  Tlie  Work  of  Regnault. 

The  work  of  Regnault  ('  M^moires  del'Institut/  Paris,  1847)  on  the  specific  heat 
of  water  by  the  method  of  mixture  at  temperatures  between  110°  C.  and  190°  C, 
represents  the  only  evidence  at  present  available  on  the  variation  of  the  specific  heat 
at  high  temperatures.  It  was  carried  out  on  a  large  scale  with  his  usual 
experimental  skill,  and  is  undoubtedly  entitled  to  great  weight ;  but  there  are 
large  discrepancies  in  several  cases  between  the  recorded  data  and  the  calculated 
results,  and  very  little  is  known  of  the  scale  of  the  thermometers  employed  in 
the  work. 

The  total  capacity  of  the  calorimeter  employed  was  about  110  kilogs.  At  each 
experiment  10  kilogs.  of  cold  water  was  drawn  off,  and  the  same  amount  of  hot 
water,  at  a  known  temperature,  was  introduced  from  a  high-pressure  boiler.  The 
rise  of  temperature  varied  from  8°  to  15°,  according  to  the  initial  temperature  of  the 
hot  water,  and  was  read  to  the  hundredth  of  a  degree.  The  discrepancies  in  the 
observations  taken  at  any  one  point  under  similar  conditions  are  of  the  order  of 
•5  per  cent.  The  results  have  been  recalculated  from  the  data  columns  by 
J.  M.  Gray  ('Proc.  Inst.  Mech.  Eng.,'  1889),  who  finds  in  several  cases  disagree- 
ments amounting  to  from  2  to  4  per  cent.  In  all  these  cases  it  appears  that  the 
total  recorded  quantity  of  water  considerably  exceeded  the  capacity  of  the  calori- 
meter. As  the  result  of  a  carefiil  enquiry,  GRAt'  concludes  that  Regnault's 
calculations  are  probably  right,  and  that  the  apparent  discrepancies  in  the  data 
arise  from  deficient  information  or  erroneous  entries. 

It  would  appear  to  be  hopeless  at  the  present  time  to  make  any  corrections  to  the 
readings  of  the  thermometers  employed  for  observing  the  temperature  of  the  hot 
water,  beyond  those  which  Regnault  himself  applied.  The  principal  source  of 
uncertainty  lies  with  the  calorimetric-thermometers,  as  Regnault  was  unable  to 
obtain  any  consistent  evidence  of  deviation  from  the  scale  of  the  air-thermometer 
between  0°  and  100°  C,  and  did  not  apply  any  correction  from  the  mercurial  to  the 
absolute  scale.  Moreover,  no  allowance  was  made  for  the  temporary  depression  of 
zero  to  which  French  *'  cristcd  "  thermometers  appear  to  be  particulary  liable.  Some 
thermometers  of  this  class  show  a  depression  of  as  much  as  half  a  degree  after 
heating  to  100°  C.  If  such  a  thermometer  is  suddenly  immersed  in  steam,  its 
reading  rapidly  rises  to  a  maximum,  and  then  slowly  falls  for  half  an  hour  or  so 
towards  its  steady  reading.  In  using  a  mercury-thermometer  in  a  calorimeter, 
where  it  is  exposed  to  a  sudden  rise  of  temperature,  the  effect  of  this  phenomenon 
is  to  make  the  observed  rise  of  temperature  too  large.  The  maximum  reading  is 
always  taken,  with  additive  correQtions  to  represent  the  subsequently  observed  rate 
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of  cooling.  At  the  time  of  reading  the  maximum,  the  zero  depression  has  not  had 
time  to  produce  its  full  eftect,  owing  to  the  suddenness  of  the  rise,  and  it  therefore 
tends  to  increase  slightly  the  subsequent  rate  of  fall.  In  graduating  the  thermo- 
meter, or  comparing  it  with  an  air- thermometer,  the  readings  are  taken  at  steady 
temperatures,  so  that  the  zero  depression  has  time  to  produce  its  full  effect.  These 
steady  readings  will  be  systematically  lower  than  the  instantaneous  readings  obtained 
on  suddenly  heating  the  thermometer.  Unless  the  method  of  variable  zero  is 
employed  in  taking  the  observations,  it  is  quite  impossible  to  apply  an  accurate 
correction,  since  the  depression  in  any  given  case  depends  so  much  on  the  past 
treatment  of  the  thermometer,  especially  in  the  case  of  French  "  cristal "  gla^.  It 
is  possible,  however,  to  assert  that  the  probable  effect  would  be  to  produce  an  error 
in  the  observed  rise  of  temperature  approximately  proportional  to  the  rise,  and 
therefore  nearly  proportional  to  the  excess  of  temperature  of  the  hot  water,  since 
the  same  weight  of  water  was  employed  in  all  the  experiments.  The  corresponding 
error  in  the  value  of  the  mean  specific  heat  deduced  would  therefore  be  nearly 
constant  on  the  average,  although  no  doubt  the  variations  of  the  zero  depressions  in 
consecutive  experiments  may  be  responsible  for  some  of  the  individual  discrepancies. 
The  possible  limit  of  error  from  this  source  would  be  about  5  parts  in  1000,  allowing 
for  the  effect  of  the  zero  depression  in  accelerating  the  apparent  rate  of  cooling, 
which  would  tend  to  increase  the  error.  The  probable  effect  would  be  to  make  the 
specific  heat,  as  calculated  by  Regnault,  about  2  or  3  parts  in  1000  too  large. 

The  correction  of  Regnault's  thermometers  to  the  hydrogen  scale  cannot  be 
applied  with  any  certainty  without  recovering  the  original  instruments,  as  different 
thermometers  of  the  same  glass  often  differ  considerably,  and  so  much  depends  on 
the  exact  method  of  treatment.  But  if  we  assume  Guillaume's  tables  for  modern 
thermometers  of  similar  glass,  the  correction  to  the  values  of  the  specific  heat 
would  be  of  the  order  of  3  parts  in  1000  in  the  direction  of  reducing  Regnault's 
results,  and  would  be  nearly  constant  for  the  different  observations. 

Including  both  sources  of  error,  we  should  infer  that  Regnault's  values  for  the 
mean  specific  heat  may  require  to  be  reduced  by  a  constant  correction  of  5  or  6 
parts  in  1000. 

Although  it  is  evident  that  some  correction  is  necessary,  I  should  hesitate  to 
assume  the  above  estimate  without  experimental  corroboration.  I  find,  however,  as 
explained  in  the  *Brit.  Assoc.  Rep.,'  1899,  that  a  correction  of  precisely  this  order 
of  magnitude  is  required  to  make  Regnault's  observations  of  the  mean  specific  heat 
between  20°  and  110°  C,  agree  with  those  of  Reynolds  and  Moorby,  between  0° 
and  100°,  and  with  those  of  Barnes,  between  40°  and  90°  C.  The  correction  also 
makes  Regnatjlt'b  observations  at  110°  agree  much  better  with  his  own  observations 
at  higher  temperatures.  It  has  the  further  advantage  of  being  the  simplest,  as  well 
as  the  most  probable  kind  of  correction  to  apply.  I  therefore  proposed  in  1899  to 
adopt   Regnault's    formula    provisionally    for    the    higher    temperatures,    merely 
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subtracting  the  constant  quantity  '0056  from  his  values  of  the  specific  heat,  in 
order  to  make  them  agree  with  the  curve  of  variation  deduced  fix)m  the  present 
investigation  at  a  temperature  of  60°  C.  Thus  modified,  the  formula  for  the  specific 
heat  5  at  a  temperature  ^  is  as  follows  : — 

From  60°  to  200°  C.  s  =  -9944  +  -00004^  +  -000,000,9^2  (j) 

Regnault's  formula  for  the  mean  specific  heat  would  require  fiirther  modification, 
as  it  is  of  course  quite  erroneous  between  0°  and  60°.  But  it  is  really  of  compara- 
tively little  use  to  tabulate  the  mean  specific  heat.  The  quantity  most  often 
required  is  the  total  heat  h  from  0°  to  t.  If  we  adopt  as  unit  the  specific  heat  of 
water  at  20°  C,  the  total  heat  from  0°  to  60°  is  60*020.  The  value  of  the  total  heat 
h  above  60°  is  then  represented  by  the  formula, 

(Above  60°)  A  =  +  -220  +  •9944«  +  '000,02i«  +  •000,000,3«3     .     .     (2), 

which  diflfers  from  Regnault's  formula  only  in  the  first  two  terms,  and  is  deduced 
from  the  formula  (l)  for  the  specific  heat  at  t  by  integration,  and  addition  of  a 
suitable  constant  to  make  the  value  right  at  60°  C. 

To  find  the  mean  specific  heat  between  any  two  arbitrarily  selected  temperatures, 
which  is  often  required  in  reducing  calorimetric  observations,  the  simplest  method  of 
procedure  is  usually  to  take  the  difference  between  the  values  of  h  corresponding  to  the 
integral  values  nearest  to  the  extremes  of  the  range,  and  divide  by  the  whole  number 
of  degrees  between  the  values  taken.  This  will  generally  give  a  result  which  is 
accurate  to  1  in  10,000.  If  the  range  is  less  than  10^  the  order  of  accuracy  will 
be  proportionately  less ;  but  this  is  immaterial,  as  the  same  will  probably  be  true  of 
the  observations  themselves  with  which  the  comparison  is  required. 

The  work  of  Pfaundler  and  Platter,  of  Hirn,  of  Jamin  and  Amactry,  and  of 
many  other  experimentalists  who  succeeded  Regnault,  appeared  to  indicate  much 
larger  rates  of  increase  than  he  had  found ;  but  there  can  be  little  doubt  that  the 
discrepancies  of  their  results,  which  often  exceeded  5  per  cent.,  were  due  to  lack  of 
appreciation  of  the  difficulties  of  the  problem.  Before  the  time  of  Rowland's 
experiments  in  1879,  sufficient  attention  had  not  been  paid  to  the  thermometry,  and 
the  results  were  of  comparatively  Kttle  value. 

(42.)  The  Work  of  Rowland. 

It  is  unnecessary  to  give  any  description  or  criticism  of  Rowland's  work,  which  is 
generally  recognised  as  being  the  most  accurate  determination  of  the  mechanical 
equivalent  of  the  thermal  unit  at  ordinary  temperatures.  Rowland  himself  con- 
sidered that  his  results  were  probably  correct  to  at  least  1  in  500,  and  that  the 
greatest  uncertainty  lay  in  the  comparison  of  the  scale  of  his  mercury-thermometers 
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with  the  air-thermometer,  which  was  the  most  difficult  part  of  the  work.  His  ther- 
mometers have  recently  been  compared  with  a  mercury-thermometer  standardized  at 
Paris,  and  with  a  platinum-thermometer  standardized  by  Gbiffiths,  The  result  has 
been  to  reduce  the  rate  of  change  of  specific  heat  shown  by  his  original  calculations  by 
nearly  one-half,  but  the  absolute  value  of  the  specific  heat  about  the  middle  of  the 
range  remains  almost  unchanged.  The  accuracy  of  his  results  in  terms  of  the 
hydrogen  scale  has  probably  been  raised  to  1  in  2000  on  the  average  by  this 
correction;  but  it  must  be  remembered  that  the  thermometers  were  compared  at 
steady  temperatures,  and  not  under  the  actual  conditions  of  the  experiment  on  a 
steadily  rising  temperature.    This  may  affect  the  validity  of  some  of  the  conclusions. 

In  Rowland's  experiments,  the  most  striking  difference  from  ours  is  the  sharp 
minimum  at  30°  followed  by  a  rapid  rise.  Rowland  himself  considered  that  at  30°, 
owing  to  the  increasing  magnitude  and  uncertainty  of  the  radiation  correction,  "  there 
might  be  a  small  error  in  the  direction  of  making  the  equivalent  too  great,  and  the 
specific  heat  might  go  on  decreasing  to  even  40°."  It  should  be  remembered  that  his 
method  gives  directly  the  total  heat  reckoned  from  the  start  of  each  experiment,  and 
that  the  values  of  the  specific  heat  over  shorter  ranges  would  be  more  affected  by 
thermometric  errors,  especially  near  the  ends  of  the  range.  If  our  results  are  com- 
pared with  his  by  means  of  the  total  heat  starting  from  the  same  value  at  5°  C,  it 
will  be  seen  that,  in  spite  of  the  apparent  dissimilarity  in  the  forms  of  our  curves  for 
the  specific  heat,  our  values  of  the  total  heat  do  not  differ  from  those  of  Rowland  by 
more  than  1  in  5000  over  the  whole  range  of  his  experiments.  This  is  shown  in  the 
following  table : — 

Table  XIIL — Values  of  Total  Heat  of  Water  compared  with  Rowland. 


Temperature, 

Total  Heat, 

Total  Heat, 

Centigrade. 

Callendab  and  Barnes. 

Rowland. 

6 

5  037 

5-037 

10 

10  056 

10-058 

15 

15  065 

15-068 

20 

20  068 

20-071 

25 

25-065 

25-067 

30 

30-060 

30-057 

35 

35-052 

35-053 

(43.)  The  Method  of  Mixture.     Ludin. 

The  experiments  of  Bartoli  and  Stracciati  (*  Boll.  Mens,  dell'  Ace.  Gioenia/  18, 
Ap.,  1891),  by  the  method  of  mixture  between  0°  and  30°,  gave  a  curve  very  similar 
to  Rowland's,  but  with  a  minimiun  at  20°  C.  This  excessive  lowering  of  the 
minimum  may  probably  be  attributed  to  constant  errors  inherent  in  their  methods  of 
experiment. 

VOL.  cxcix.— a.  t 
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The  later  work  of  Ludiji  (Zurich,  1895),  under  the  direction  of  Professor  Pernet, 
extending  from  0°  to  100^  C,  requires  further  notice  on  account  of  the  wider  range  of 
the  experiments,  and  the  great  attention  paid  to  the  thermometry.  He  employed 
mercurial  thermometers  of  the  Paris  type,  with  all  the  usual  precautions.  He  adopted 
the  method  of  mixture,  adjusting  the  quantity  of  hot  water  in  each  case  to  give  the 
same  rise  of  temperature,  from  11°  to  18°,  in  the  calorimeter.  The  discrepancies  of 
individual  measurements  at  any  one  point  do  not  exceed  S  per  cent.,  but  he  did  not 
vary  the  conditions  of  experiment  materially,  and  it  may  be  questioned  whether  the 
well-known  constant  errors  of  the  method  could  have  been  eliminated  by  the  devices 
which  he  adopted.  His  results  (see  Table  XIV.,  p.  144)  give  a  minimum  at  25°  and 
a  maximum  at  87°  C,  the  values  being  '9935  and  1*0075  respectively,  in  terms  of 
the  mean  specific  heat  between  0°  and  100°.  The  rapid  rise  from  25°  to  75°  may 
possibly  have  been  due  to  radiation  error  from  the  hot  water  supply;  and  the 
subsequent  fall  between  90^  and  100°  to  the  inevitable  loss  of  heat  by  evaporation  of 
the  nearly  boiling  water  on  its  way  to  the  calorimeter.  His  values,  reduced  to  a  unit 
at  20^  C,  are  given  for  comparison  in  Table  XIV.  The  agreement  with  our  values  is 
remarkably  close  at  the  lower  temperatures  ;  but  the  difference  at  80°  amounts  to 
nearly  1  per  cent.  In  addition  to  the  fact  that  his  curve  cannot  easily  be  reconciled 
with  Regnault,  there  is  this  theoretical  difficulty  in  accepting  his  values  at  higher 
temperatures.  The  quantity  which  he  actually  observed  was  the  mean  specific  heat 
between  the  higher  temperature  and  the  final  temperature  of  his  calorimeter.  His 
values  of  the  specific  heat  itself  were  obtained  by  differentiating  the  curve,  and  really 
depend  on  small  differences  at  the  higher  points  between  observations  which  are 
themselves  difficult  and  uncertain.  His  values  for  the  mean  specific  heat  differ  much 
less  from  ours.  The  peculiar  advantage  of  the  method  we  adopted  is  that  the  specific 
heat  itself  is  determined  over  a  range  of  8°  to  10°  at  each  point  by  adding  accurately 
measured  quantities  of  energy  to  the  water  at  the  desired  temperature.  There  is  no 
possibility  of  evaporation  or  heat-loss  in  transference  as  in  the  method  of  mixture,  and 
the  protection  from  external  radiation  is  much  more  perfect. 

(44.)  The  Work  of  Miculescu. 

The  work  of  Miculkscu  (*  Ann.  Chim.  Phys.,'  XXVII,  p.  202,  1892),  though  not 
directly  affecting  the  question  of  the  variation  of  the  specific  heat,  is  interesting  as  an 
example  of  a  steady-flow  method  of  calorimetry.  The  apparatus  consisted  of  a  Joule 
calorimeter  mounted  horizontally,  with  the  paddles  directly  driven  by  an  electric 
motor,  the  torque  being  observed  by  the  "  cradle-method  "  of  DifesPRETZ  and  Brackett. 
The  heat  generated  was  measured  by  passing  a  steady  current  of  water  round  the 
calorimeter,  and  observing  with  a  platinum-iron  thermocouple  the  rise  of  temperature 
of  the  stream.  The  rate  of  heating  was  about  50  calories  per  second,  the  rise  of 
temperature  2^,  and  the  capacity  of  the  calorimeter  about  3  litres.     The  work  has 
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been  criticised  by  Schuster,  and  also  by  Ames  (*  Paris  Congress  Reports/  1900)  on 
the  ground  that  the  length  of  the  lever  by  which  the  torque  was  measured  was 
apparently  taken  as  28  centims.  without  verification.  M.  Guillaume  replies  in  a 
footnote  that  the  length  would  probably  in  any  case  be  accurate  to  a  tenth  of  a  millim., 
or  1  in  2800  (which  is  about  the  limit  of  accuracy  claimed  for  the  best  absolute 
measurements  of  the  mechanical  equivalent),  but  regrets  that  the  original  lever 
cannot  be  found  for  the  purpose  of  verification.  It  appears,  however,  from  the 
description  given  by  Miculescu,  and  also  from  the  wood-cut  of  the  apparatus,  that 
the  weight  was  not  supported  on  a  knife-edge  but  suspended  from  a  round  hook 
clamped  to  the  lever  with  a  screw,  so  that  it  would  be  a  matter  of  some  difficulty  to 
estimate  the  effective  length.  Moreover,  it  would  be  very  difficult  with  a  platinum- 
iron  couple  to  measure  so  small  a  difference  as  2°  with  a  degree  of  accuracy  higher 
than  *01°,  and  Miculescu  does  not  mention  some  of  the  necessary  precautions.  In 
addition,  the  correction  for  the  external  loss  of  heat  from  the  calorimeter  by  radiation 
and  conduction  was  regarded  as  being  negligible  in  comparison  with  the  heat-supply, 
and  no  correction  was  applied  for  it!  It  is  easy  to  estimate,  however,  from  the 
dimensions  of  the  apparatus,  that  it  could  not  have  been  much  less  than  0*5  per  cent., 
and  that  it  was  probably  larger  on  account  of  the  smallness  of  the  interval  between 
the  calorimeter  and  the  jacket,  which  would  considerably  increase  the  heat-loss  by 
conduction  and  convection  through  the  air  space.  There  are  several  other  indications 
in  the  paper  that  the  author  did  not  really  aim  at  a  higher  order  of  accuracy  than 
1  per  cent.,  which  is  about  the  limit  usually  reached  in  engineering  experiments,  and 
that  the  work  should  be  regarded  rather  as  an  illustration  of  a  method  than  as  a 
serious  absolute  determination. 

(45.)  The  Work  of  Keynolds  and  Moorby. 

The  work  of  Keynolds  and  Moorby  ('  Phil,  Trans.,'  A,  1897),  on  the  mean  specific 
heat  between  0°  and  100°  C.  in  absolute  measure,  stands  in  the  same  category  as  that 
of  Rowland  as  an  accurate  determination  of  the  mechanical  equivalent.  The  two 
are  not  directly  comparable,  but  if  we  assume  the  rate  of  variation  of  specific  heat 
foimd  in  our  experiments  as  the  medium  of  comparison,  the  result  of  Reynolds  and 
Moorby  would  give  4*179  for  the  number  of  joules  in  one  calorie  at  20°  C,  at  which 
point  Rowland's  corrected  results  give  4*181.  If  we  took  Ludin's  table,  we  should 
find  4*157.  The  formula  of  Winkelmann*  gives  4133,  and  that  of  Regnault  4*167. 
The  comparison  of  Reynolds  and  Moorby  with  Rowland  is  therefore  a  confirmation 
to  some  extent  of  the  accuracy  of  the  present  experiments,  as  compared  with 
Ludin's,  or  with  formulae  proposed  by  other  writers.  On  the  strength  of  this 
comparison,  I  have  generally  adopted  the  mean  value  4*180  joules  per  calorie  at 
20"^  C.  as  the  most  probable  estimate  of  the  "  Mechanical  Equivalent,"  assuming  that 
the  absolute  value  cannot  be  certain  to  a  higher  order  of  accuracy  than  1  in  2000. 
♦  WiNKKLMANN,  *  Haiidbuch  der  Physik,*  Band  2,  Abth.  2,  p.  338. 
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It  might,  however,  be  claimed  that  either  or  both  of  the  absolute  determinations 
above  cited  were  more  accurate  than  this,  and  that  the  error  lay  with  our  comparison. 
It  is  a  nice  question  whether  the  mean  specific  heat,  which  is  practically  independent 
of  the  scale  of  the  thermometer  employed,  should  be  chosen  as  the  standard  of 
reference,  rather  than  the  specific  heat  at  a  particular  temperature  such  as  20°  C,  on 
the  scale  of  a  particular  thermometer.  My  own  opinion  is  that  the  latter  unit  is  the 
more  practical,  and  the  most  accurately  reproducible.  It  is  not  very  difficult  in  a 
thermochemical  experiment  to  measure  a  quantity  of  heat  to  1  in  1000  with  a 
suitable  rise  of  temperature  and  a  good  thermometer  with  known  scale  errors.  But 
it  is  quite  impossible  to  realize  the  mean  thermal  unit  to  this  order  of  accuracy  without 
the  most  elaborate  apparatus  on  a  scale  approaching  that  adopted  by  Reynolds  and 

MOORBY. 

The  fundamental  difficulty  in  the  determination  of  the  mean  specific  heat  between 
0°  and  100*^  C.  lies  in  the  great  range  of  temperature  to  be  covered,  and  the 
consequent  risk  of  excessive  or  uncertain  loss  of  heat.  Reynolds  and  Moorby 
endeavoured  to  meet  this  objection  by  working  on  a  very  large  scale,  and  succeeded 
in  reducing  the  heat-loss  to  5  per  cent.,  even  without  the  use  of  lagging.  But  in 
working  on  this  scale  they  encountered  peculiar  difficulties,  which  were  not  overcome 
without  great  pains  and  ingenuity,  and  which  must  in  any  case  have  materially 
affiscted  the  order  of  accuracy  attainable  by  their  method.  Owing  to  the  employment 
of  a  steam-engine  as  motor,  it  was  difficult  to  secure  a  high  degree  of  steadiness  in 
the  conditions  of  running,  and  the  outflow-thermometer  could  not  be  read  more 
closely  than  a  tenth  of  a  degree  owing  to  its  incessant  oscillations.  The  largest 
variation  recorded  in  the  two  trials  of  which  full  details  are  given,  was  4*9®  F.  in 
two  minutes  on  the  outflow  temperature,  and  four  or  five  revolutions  per  minute  in 
300  on  the  speed.  The  greater  part  of  these  variations  being  accidental  would 
disappear  in  the  mean,  but  it  is  probable  that  there  would  be  systematic  errors  of  the 
same  order  as  the  limit  of  accuracy  of  the  instantaneous  readings.  In  using  so  large 
a  quantity  of  water,  it  was  impracticable  to  deprive  it  entirely  of  air,  which  caused 
considerable  trouble,  owing  to  loss  of  heat  by  generation  of  steam  in  the  air  bubbles. 
Again  it  was  naturally  impossible  to  enclose  the  brake  in  a  vacuum-jacket,  or  shield 
it  from  draughts  and  extraneous  disturbances  by  means  of  an  isothermal  enclosure. 
The  greatest  uncertainty  appears  to  have  arisen  from  damp  in  the  lagging,  which 
caused  the  rejection  of  a  number  of  trials.  The  correction  for  conduction  along  the 
4-inch  shaft  was  of  much  smaller  magnitude,  though  probably  more  uncertain  on 
account  of  the  impossibility  of  determining  the  actual  gradient  in  the  shaft  itself. 
The  extreme  limits  of  variation  of  the  recorded  results  were  from  776  63  to  779*46 
foot-pounds,  but  considering  that  the  main  sources  of  error  above  mentioned  were 
accidental,  it  is  probable  that  the  accuracy  of  the  mean  would  be  of  a  higher  order 
than  might  be  inferred  from  the  separate  experiments. 
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(46.)  Empirical  Foi^mulcB. 

The  usual  method  of  representing  the  results  of  a  series  of  observations  like  the 
present  is  to  adopt  an  empirical  formula  of  the  type, 

s=l+at  +  hfi  +  ct^  +  dt^  +  &c., (3), 

and  to  calculate  the  values  of  the  coefficients  a,  &,  c,  d,  &c.,  by  the  method  of  least 
squares.  This  was,  in  fact,  the  method  adopted  by  Ludin.  It  has  the  advantage  of 
providing  a  simple  and  ready  rule,  which  is  very  generally  recognized  and  applied ; 
but  it  appears  to  me  that  it  is  in  reality  liable  to  several  objections.  Too  much 
weight  is  given  to  the  observations  at  higher  temperatures,  which  are  necessarily  less 
accurate  than  the  rest.  The  results  obtained  are  in  a  great  measure  dependent  on 
the  particular  type  of  formula  assumed,  which  is  frequently  inadequate  to  represent 
the  phenomenon,  and  is  generally  quite  unsuitable  for  extrapolation.  Moreover,  the 
method  gives  a  fictitious  appearance  of  completeness  and  accuracy,  which  is  quite 
misleading,  as  the  calculated  values  of  the  probable  errors  contain  no  reference  to 
possible  sources  of  constant  error.  It  also  generally  happens  that  the  terms  of  the 
empirical  formula  are  large  and  of  alternate  sign,  so  that  the  small  variation  required 
is  given  as  the  difference  between  large  quantities,  which  must  be  calculated  to 
several  figures  in  applying  the  formula.  The  following  formula  of  Ludin  supplies  a 
good  illustration  of  some  of  these  points : — 

s  —  i-  -oooreeesf  +  -000019598^2  -  •ooo,ooo,ii62<8| 

±  -0000025     db  -000004  db  -000,000,03       J    '     '     ' 

The  probable  errors  of  the  several  coefficients,  as  calculated  by  Ludin,  are  given  in 
the  second  line  below  the  coefficients  to  which  they  apply.  The  value  of  the  specific 
heat  at  100^  C.  on  Ludin's  formula  is  made  up  as  follows : — 

«  a  1  -  -076668  db  '00025 
+  -19598    it  -040 
-  -1162      ±  '030 


1  +  -0031 


It  is  at  once  obvious  that  a  formula  of  this  type  is  quite  unsuitable  for  the 
representation  of  the  variation  of  the  specific  heat  over  the  whole  range  (f  to  100°  C. 
Moreover,  since  the  maximum  divergence  of  the  specific  heat  from  its  mean  value 
over  the  range  10°  to  70°  is  only  2  parts  in  1000,  according  to  the  present  series  of 
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experiments,  it  is  evidently  desirable  from  a  practical  point  of  view  to  employ  the 
simplest  possible  formulaB  for  its  representation^  The  variation  from  unity  over  this 
range  cannot  be  determined  more  closely  than  2  or  3  parts  in  10,000  (i.e.,  10  per 
cent,  of  the  variation  itself),  so  that  it  would  appear  ridiculous  to  employ  coefl&cients 
with  five  significant  figures  in  the  formulae. 

For  the  above  reasons,  in  the  *  British  Association  Report,'  1899,  the  following 
simple  formula  was  given  as  representing  the  results  between  10°  and  60°  within  the 
limits  of  accuracy  of  the  observations,  in  terms  of  a  unit  at  20°  C. — 

s  =  -9982  +  -000,0045  (t  -  40)- (5). 

It  was  stated  that  the  variation  of  the  specific  heat  near  the  freezing-point  was 
apparently  more  rapid  than  the  formula  indicated,  and  could  be  approximately 
represented  by  the  addition  of  the  constant  quantity  '020  calorie  to  the  total  heat. 
This  correction  to  the  formula  has  since  been  further  verified,  and  may  be  represented 
by  the  addition  of  a  small  cubic  term  below  20°. 

Below  20°  C.  add  to  (5)  +  -000,000,5  (20  -  tf        ....     (6). 

At  that  time  the  observations  had  not  been  extended  above  60°,  and  the  formula 
of  Begnault,  emended  as  already  described,  was  therefore  adopted  for  the  higher 
temperatures,  namely. 

Above  60°  to  200°  C.     s=  -9944  +  -000,04^  +  •000,000,9«»^ .     .     .     (7). 

Shortly  afterwards.  Dr.  Barnes  succeeded  in  obtaining  six  observations  at  higher 
temperatures.  One  of  these  was  vitiated  by  dissolved  air,  and  another  was  incomplete. 
There  remain  four  good  observations,  which  could  be  represented  within  1  part  in 
10,000  by  the  linear  formula. 

From  68°  to  92°.     5=1  +  '000,14  (^  -  60)     ...     .  (8). 

This  formula  gives  a  value  nearly  1  part  in  1000  lower  than  (7)  at  90°,  and  it 
cannot  be  satisfactorily  fitted  on  to  Regnault's  observations  at  higher  temperatures. 
I  think  on  the  whole  it  would  be  better  to  retain  Regnault's  formula  as  previously 
emended,  until  ftirther  observations  are  available.  Although  the  agreement  of  the 
four  observations  is  so  perfect  among  themselves,  it  is  possible  that  they  may  be 
affected  by  a  constant  error  of  this  order  of  magnitude,  if  all  the  difficulties  of  the 
work  are  rightly  considered.  Besides,  the  linear  formula  cannot  represent  the 
probable  increase  in  the  rate  of  variation  of  the  specific  heat  at  higher  temperatures, 
which  is  theoretically  required  to  account  for  the  vanishing  of  the  latent  heat  at 
360°  C,  the  critical  temperature. 

It  would  of  course  be  easy  to  represent  the  observations  a  little  more  accurately  in 
any  particular  part  of  the  curve  by   using   more   complicated  formulae,   but  it  is 
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doubtful  whether  the  advantage  gained  would  be  worth  the  extra  complication,  and 
the  possible  confusion  caused  by  changing  a  formula  already  published  and  widely 
distributed. 

Dr.  Barnes  (*  Roy.  Soc.  Proc./  vol.  67,  p.  242)  has  proposed  the  following : — 

From  5°  to  37°-5, 

s  =  -99733  +  -000,0035  (37-5  -  tf  +  -000,000,10  (37*5  ^  if  .  .  (9). 
From  37°-5  to  55^ 

.5  =  -99733  +  -000,0035  (37-5  -  tf  -  '000,000,10  (37  5  -  tf  .  .  (10). 
From  55°  to  100°, 

s  =  -99850  +  -000,120  {t  -  55)  +  -000,000,25  {i  -  55)^     ....     (11). 

The  first  two  formulsB  differ  only  in  the  sign  of  the  third  term.  They  are  not 
quite  so  simple  and  convenient  for  calculation  as  (5)  above.  The  first  formula  does 
not  represent  the  observations  below  10°  quite  so  accurately  as  formula  (6),  but  both 
are  probably  within  the  possible  limits  of  error.  The  mean  divergence  of  the 
observations  between  37°*55  and  5°  from  the  second  formula  is  about  3  parts  in 
10,000,  and  is  rather  greater  than  the  mean  divergence  of  the  observations  from  the 
old  formiJa  (5).  The  agreement  with  the  latter  would  be  greatly  improved  if  we 
reject  the  discordant  observation  No.  XXII.,  in  series  2  at  54°-61  (Barnes,-  p.  244), 
giving  greater  weight  to  the  later  observations,  No.  XXXII.  in  series  3  at  5 4° "5 7, 
and  No.  XLVIIL,  in  series  6  at  51°-02.  On  the  whole,  the  balance  of  probability 
appears  to  me  to  be  in  favour  of  retaining  the  older  and  simpler  formula  in  preference 
to  that  since  proposed  by  Dr.  Barnes. 

The  third  of  the  above  formulsB,  from  55°  to  100°,  does  not  fit  with  the  second  at 
55°,  the  respective  values  being,  (10)  '99893,  and  (11)  -99850.  This  is  shown  by  the 
difference  in  Table  XIV.  between  the  values  at  55°  and  60°  in  the  column  headed 
"Barnes,  Roy.  Soc.,  1900,"  which  is  only  '00016.  The  corresponding  differences  for 
five  degrees  on  either  side  are  50°  to  55°,  '00087  ;  60°  to  65°,  '00061.  There  is  also 
a  considerable  change  of  slope  fi-om  '000216  to  '000120  at  55°.  It  is,  of  course,  necessary 
that  the  values  should  fit  accurately  at  the  point  where  the  formulae  meet,  and  it  is 
further  desirable  that  there  should  not  be  a  sudden  change  of  slope.  The  first 
condition  is  accurately  and  the  second  very  approximately  satisfied  by  the  old 
formulae  (5)  and  (7)  at  60°. 

The  following  table  contains  a  comparison  of  the  formula  of  Ludin  and  those  of 
Barnes,  with  those  previously  published  in  the  B.A.  Report,  1899. 
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Table  XIV. — Comparison  of  Formulso. 


Temperature, 
Centigrade. 

LtJDiN,  1895. 

Babnes, 
Roy.  Soc.,  1900. 

B.A.  Report, 
1899. 

Valuea  of  J. 

o 

0 

1-0084 

1-0084 

1-0094 

4-219 

5 

10051 

10055 

1-0054 

4-203 

10 

10026 

10031 

1-0027 

4-191 

15 

10009 

10012 

1-0011 

4-185 

20 

10000 

1-0000 

1-0000 

4-180 

25 

0-9998 

0-9991 

0-9992 

4-177 

30 

0-9999 

0-9986 

0-9987 

4-175 

35 

1-0006 

0-9984 

0-9983 

4-173 

40 

1-0017 

0-9984 

0-9982 

4-173 

45 

1-0030 

0-9986 

0-9983 

4-173 

50 

1-0046 

0-9991 

0-9987 

4-175 

65 

10063 

0-9999 

0-9992 

4-177 

60 

1-0079 

10001 

10000 

4  180 

65 

10094 

1-0006 

1-0008 

4- 183 

70 

10109 

1-0013 

10016 

4-187 

75 

10123 

10020 

1-0024 

4-190 

80 

1-0131 

10027 

1-0033 

4-194 

86 

10137 

10034 

10043 

4- 198 

90 

10136 

10041 

1-0053 

4-202 

95 

1-0129 

1-0048 

10063 

4-206 

100 

10117 

1-0055 

1-0074 

4-211 

For  the  reasons  already  stated,  the  values  in  the  above  table  are  all  expressed  in 
terms  of  a  unit  at  20°  C.  for  comparison,  and  are  given  to  1  part  in  10,000  only.  I  am 
inclined  to  regard  the  values  and  formulae  corresponding  to  the  colimin  headed  "  B.A. 
Report,  1899,"  as  being  the  most  probable.  The  corresponding  values  of  J,  the 
ntmiber  of  joules  per  calorie,  are  calculated  assuming  the  value  4*180  at  20°  C. 


(47.)  Theoretical  Discussion  of  the  Variation  of  the  Specific  Heat. 

Clausius  ('  Mechanical  Theory  of  Heat,'  p.  180,  translation,  1879)  has  calculated 
the  specific  heat  of  water  at  constant  volume  Ci,  from  that  at  constant  pressure  Q, 
by  means  of  the  well-known  equation. 


C,  =  C^  -  T{dvl<n),  {dp/dT),  =  C^  -  T:{dv/di:)//{dv/dp), 


(12). 


Taking  Regnault's  values  of  C^,  Kopp's  values  of  the  coefficients  of  expansion, 
and  Grassi's  values  of  the  compressibility,  Clausius  finds  the  values, 

Temperature^  .  .  .  *  . 
C^,  at  constant  pressure 
Cr,  at  constant  volume  .     . 


0*" 

25° 

50° 

1-0000 

1-0016 

10042 

0-9995 

0-9918 

0-9684 
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DiETERici  (*  Wiedemann's  Annalen/  vol.  57,  p.  333)  has  repeated  the  caiculatlon. 
employing  Rowland's  values  of  the  specific  heat  at  constant  pressure.  He  seems  to 
argue  that  the  variation  of  the  specific  heat  at  constant  pressure  as  discovered  by 
Rowland  is  of  the  character  to  be  expected  from  the  large  variation  of  the  specific 
heat  at  constant  volume.  I  do  not  think,  however,  that  we  can  fairly  infer  anything 
with  regard  to  the  variation  of  the  specific  heat  at  constant  pressure  from  that  at 
constant  volume.  The  value  of  the  latter  can  only  be  deduced  by  the  aid  of  very 
uncertain  data,  and  we  have  as  yet  no-  sure  theoretical  guide  as  to  the  way  in  which 
it  ought  to  vary,  apart  fi:om  experiments  on  the  specific  heat  at  constant  pressure. 

The  most  remarkable  facts  about  the  specific  heat  of  water  are  its  great  constancy 
over  a  considerable  range,  and  its  high  value  as  compared  with  that  of  the  solid  or 
the  vapour.  The  specific  heat  of  liquid  mercury  is  nearly  the  same  as  that  of  the 
solid,  and  both  are  about  double  that  of  the  vapour  at  constant  volume.  The 
specific  heat  of  water  is  double  that  of  ice,  and  nearly  three  times  that  of  steam  at 
constant  volume.  If  we  adopt  Rankine's  hjrpothesis  of  a  constant  "absolute" 
specific  heat  for  each  kind  of  matter,  we  must  admit  that  this  absolute  specific 
heat  has  a  different  value  in  different  states. 

J.  Macfarlane  Gray  ('Proc.  Inst.  Mech.  Eng.,'  1889),  adopting  Rankine's  idea 
of  a  constant  specific  heat  for  "  ideal "  water,  gives,  without  proof,  the  following 
formula  for  the  total  heat  h  of  water  reckoned  from  0°  C, 

h  =  1-0106  {6  -  273)  +  0v  dp/de (13), 

in  which  the  constant  is  the  ideal  specific  heat,  and  dpjdd  is  the  rate  of  increase  of 
the  steam-pressure  with  temperature.  The  term  0v  dp/dd  is  evidently  intended  to 
represent  the  latent  heat  of  expansion  of  the  liquid  from  the  ideal  state  against  the 
steam-pressure.  The  value  of  v,  however,  is  not  the  apparent  expansion  fi:om  0°  C, 
but  is  the  "  actual  volume  of  unit  mass  of  water  less  its  absolute  matter- volume,  the 
pressure  during  the  heating  being  that  due  to  the,  higher  temperature.  ^  Absolute 
matter  is  no  doubt  much  more  dense  than  platinum ;  and  the  reduction  from  the 
apparent  volume,  being  very  small,  may  therefore  be  disregarded."  The  value  of  v 
is  therefore  taken  as  the  observed  volume  at  the  temperature  6  of  unit  mass  of 
water.  The  justification  of  this  argument  is  not  very  clear,  but  the  values 
calculated  by  the  formula  on  this  assumption  agree  fairly  with  the  observations  of 
Resgnault  on  the  specific  heat  between  UO'^  and  190°  C* 

W.  Sutherland,  in  a  recent  paper  "  On  the  Molecular  Constitution  of  Water," 
('Phil.  Mag.,'  vol.  50,  p.  460,  1900),  has  endeavoured  to  explain  the  properties ' of 
water  on  the  assumption  that  it  is  a  mixture  of  two  kinds  of  molecules  in  varying 
proportions,  "  trihydrol,"  SHgO,  which  is  identical  with  ice,  and  "  dihydrol,"  2H2O, 
which  constitutes  the  greater  part  of  liquid  water  at  higher  temperattu-es.     He 

*  In  a  recent  paper  (*Proc.  Inst.  Civil  Engn.,'  vol.  147,  1902),  Gray  gives  a  further  elucidation  of  this 
formula,  and  a  detailed  comparison  with  our  experimental  results. — Added  Mm  eh  11,  1902. 
VOL.   CXCIX. — A.  U 
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calculates  the  densities  and  proportions  of  the  two  ingredients  on  the  assumption 
that  each  constituent  follows  the  Mendbl6eff  law  of  expansion,  or  that  the  density 
is  a  linear  function  of  the  temperature.  He  thus  finds  that  I  gramme  of  water  at 
0°  C.  consists  of  liquid  SHgO,  density  88,  375  gramme  ;  liquid  2HjO,  density  1*09, 
•625  gramme.  The  latent  heat  of  fusion  of  trihydrol,  16  calories,  is  calculated  on 
the  assumption  that  it  would  expand  "0366  on  fusing,  which  is  the  mean  expansion 
on  fusion  deduced  from  a  number  of  metals.  The  remainder  of  the  latent  heat  of 
fusion  of  ice  is  supposed  to  be  made  up  of  the  heat  ot  dissociation  of  '625  trihydrol 
into  dihydrol,  and  the  solution  of  the  remaining  fraction  -375  in  the  dihydrol.  As 
a  starting-point  for  the  explanation  of  the  variation  of  the  specific  heat,  he  assumes 
that  the  specific  heat  of  dihydrol  is  1*00  at  200°  C,  at  which  temperatiu-e  water 
contains  '167  of  trihydrol.  Taking  "the  usual  rate  of  variation  of  the  specific  heat 
of  a  liquid  as  '1  per  cent,  per  degree,"  he  finds  '83  for  the  specific  heat  of  pure 
dihydrol  at  0*^  C.  He  takes  that  of  trihydrol  to  be  '6  with  a  similar  rate  of  increase, 
and  explains  the  remainder  of  the  specific  heat  of  water  as  due  to  the  heat  of 
dissociation  of  trihydrol  and  of  solution  in  dihydrol,  which  he  calculates  on  the 
above  assumed  values  of  the  specific  heats. 

It  is  more  natural  to  regard  the  high  specific  heat  of  water  as  due  to  internal  work 
done  against  molecular  forces,  and  as  being  closely  related  to  the  decrease  of  the 
latent  heat  of  vaporization  with  rise  of  temperature.  Whatever  assumptions  are 
made  with  regard  to  the  molecular  constitution  of  water,  it  was  proved  by  Rankin£ 
(in  a  slightly  different  form),  in  1849,  that  the  rate  of  decrease  of  the  latent  heat 
dL/dd  was  equal  to  the  difference  between  the  specific  heat  of  water  s^^  and  that  of 
steam  S,  at  constant  pressure. 

dL/dtf  =  S, -5^ (14). 

This  is^accurately  and  necessarily  true  if  we  assume  that  steam  may  be  regarded 
as  an  ideal  gas  of  constant  specific  heat,  which  is  probably  justifiable  at  low  pressures. 
At  higher  pressures,  it  is  necessary  to  make  allowance  for  the  co-aggregation  of  the 
steam  moleciJes,  which  may  be  effected  to  a  high  degree  of  approximation  by  the 
method  which  I  have  explained  ('  Roy.  Soc.  Proc.,'  Nov.,  1900).  If  we  write  h  for 
the  total  heat  of  water  from  0°  C.  (without  assuming  the  specific  heat  to  be  constant), 
we  obtain  the  relation, 

L-Lo  =  So(d-do)-0^+l)(^i^-^oPo)-^    ....     (15), 

where  Sq  is  the  limiting  value  of  S,  at  zero  pressure,  and  c  represents  the  defect  of 
the  actual  volume  of  the  steam  from  the  ideal  volume  l&»d/p.  This  defect  of  volume 
is  independent  of  the  pressure  p^  but  varies  inversely  as  the  nth  power  of  the 
absolute  temperature  0.     It  is  clear  that  the  rate  of  diminution  of  the  latent  heat  is 
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not  constant,  but  increases  at  higher  temperatures,  on  account  of  the  co-aggregation 
of  the  molecules,  as  represented  by  the  increase  of  the  product  cp,  where  p  is  the 
saturation-pressure. 

Similarly,  we  might  suppose  that  the  rate  of  variation  of  the  total  heat  h  of  the 
liquid  would  be  constant  for  ideal  water,  but  increases  at  higher  temperatures  for 
actual  water  on  account  of  the  existence  of  molecules  of  vapour  in  the  liquid.  The 
two  phases  in  equilibrium  at  saturation-pressure  may  be  regarded  as  a  saturated 
solution  of  water  in  steam  (the  dissolved  water  being  represented  by  the  proportion 
of  co-aggregated  molecules  cp/R^),  the  li()uid  phase  conversely  as  a  saturated  solution 
of  steam  in  water.  On  the  one  hand,  the  total  heat  of  the  steam  is  reduced  below 
its  ideal  value  by  the  amount  (n  +  1)  cp,  owing  to  the  presence  of  dissolved  molecules 
of  water  causing  a  diminution  of  volume  c  per  unit  mass  of  the  solution ;  on  the  other 
hand,  the  total  heat  of  the  liquid  is  increased  by  the  presence  of  a  certain  proportion 
of  dissolved  molecules  of  steam,  which  may  doubtless  account  for  part  of  the  thermal 
expansion  of  the  liquid.  When  the  temperature  is  raised,  the  properties  of  the  two 
phases  continue  to  approach  each  other,  as  the  proportion  of  water  in  the  steam  and 
of  steam  in  the  water  increases  At  the  critical  temperature  the  two  solutions  mix 
in  all  proportions. 

It  is  possible  to  estimate  more  or  less  perfectly  the  number  of  co-aggregated 
molecules  present  in  steam  at  any  temperature  by  observing  the  defect  of  volume 
from  the  ideal  state;  or  to  deduce  the  value  theoretically  on  certain  assumptions 
from  experiments  by  the  Joule-Thomson  method  on  the  cooling  effect  of  expansion 
through  a  porous  plug  or  throttling  aperture  ('  Roy.  Soc.  Proc.,*  1900,  vol.  67,  p.  270). 
It  is  probable  that  the  proportion  of  steam  molecules  present  in  the  liquid  is  similarly 
related  to  its  expansion,  but  there  is  no  certain  theoretical  guide  to  the  relation. 
The  simplest  hypothesis  to  make  would  be  that  the  number  of  vapour  molecules  per 
unit  volume  of  the  liquid  is  the  same  as  the  number  of  molecules  per  unit  volume  of 
the  saturated  vapour  at  the  same  t^emperature.  If  we  suppose  the  formation  of 
vapour  molecules  in  the  interior  of  the  liquid  (specific  volume  w)  to  require  the 
addition  to  the  liquid  of  the  latent  heat  corresponding  to  the  same  quantity  ol 
vapour  (specific  volume  v)  when  formed  outside  the  liquid  {i.e.,  if  we  neglect  the 
heat  of  solution  of  the  vapour  in  the  liquid),  the  total  heat  h  of  the  liquid  would 
require  to  be  increased  by  an  amount  wj{y  —  ti;)  of  L  to  allow  for  the  latent  heat  of 
the  dissolved  steam.  It  happens  that  this  result,  though  obtained  by  a  quite  different 
line  of  reasoning,  agrees  with  the  expression  given  by  Gray,  and  approximately 
represents  the  experimefnts  of  Regnaitlt  at  high  temperatures.  We  thus  obtain  the 
simple  formula, 

h  =  V  +  wLI(y  —  tv) (16). 

On  similar  grounds  it  would  be  natural  to  suppose  that  the  increase  of  the  specific 
heat,  as  we  approach   the   freezing-point,  was   due   to   the   presence  of  a  certain 
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proportion  of  dissolved  ice  molecules,  which  are  also  required  to  account  for  the 
anomalous  expansion.  But  here  there  is  no  obvious  guide  to  the  proportion  required, 
or  to  the  latent  lieat  of  solution  to  be  assumed.  The  basis  adopted  by  Sutherland 
appears  to  be  too  empirical,  and  the  results  to  whicli  it  leads  are  too  vague  and 
inexact  to  permit  of  a  profitable  comparison  with  experiment.  In  order  to  place  any 
such  hypothesis  as  that  represented  by  formula  (16)  on  a  sound  experimental  basis, 
it  would  be  necessary  to  determine  the  variation  of  specific  heat  of  several  typical 
liquids  with  great  accuracy  over  a  wide  range.  The  required  data  are  not  at  present 
<3btaiiiable,  but  the  suggestion  appears  to  1x3  worth  recording  as  a  possible  physical 
interpretation  of  the  variation  of  specific  heat. 


Digitized  by 


Google 


[     149     ] 


III.  On  the  Capacity  for  Heat  of  Water  betioeen  the  Freezing  and  Boiling-Points^ 
together  loith  a  Determination  of  the  Mechanical  Equivalent  of  Heat  in 
Terms  of  the  International  Electrical  Units. — Experiments  by  the  Con- 
tinuouS'Flow  Method  of  Calorimetry^  performed  in  the  Macdonald  Physical 
Laboratory  of  McGill  University^  Montreal. 
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Sec.  1. — Introduction, 

The  unsatisfactory  state  of  our  knovsrledge  of  the  Mechanical  Equivalent  of  Heat  and, 
inseparably  connected  therewith,  of  the  capacity  for  heat  of  water,  is  the  more 
surprising  when  we  consider  the  large  number  of  physicists  w^ho  have  devoted  their 
attention  to  this  subject  during  the  century  just  closed.  Since  the  remarkable 
pioneer  experimental  of  Count  Rumford,  undertaken  just  100  years  ago,  to  determine 
the  nature  of  heat,  the  subject  has  been  advanced  step  by  step  by  different  investi- 
gators. Conspicuous  among  these  we  may  mention  Regnault,  who  gave  us  the  first 
idea  of  the  mode  of  the  variation  of  the  specific  heat  of  water  with  temperature, 
without,  however,  giving  us  any  knowledge  of  the  mechanical  equivalent  of  heat ; 
JoiTLE,  who  gave  us  the  first  measurements  of  the  mechanical  equivalent  without 
attempting  to  study  the  thermal  unit  at  different  temperatures ;  Rowland',  who  by 
the  remarkable  accuracy  of  his  experiments  gave  us  not  only  a  direct  determination 
(314.)  13.8.02 
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of  the  mechanical  equivalent,  but  also  the  variation  of  the  thermal  unit  over  a 
limited  range.  More  recently  we  have  the  exceedingly  careful  experiments  of 
MicuLEScu,  of  Griffiths,  of  Schuster  and  Gannon,  and  of  Reynolds  and  Moorby. 

It  is  evident  from  only  a  cursory  glance  at  the  work  of  these  and  the  host  of  other 
investigators,  that  the  science  of  calorimetry  must  be  regarded  as  incomplete  and 
approximate  so  long  as  its  fundamental  unit  remains  in  doubt.  To  obtain,  as  is 
urgently  needed,  a  complete  series  of  determinations  of  the  capacity  for  heat  of  water 
over  the  entire  range  of  temperature  is  manifestly  impossible  by  the  older  methods  of 
calorimetry.  A  new  method  has  long  been  required,  more  completely  free  from  the 
influence  of  extraneous  surrounding  conditions. 

During  a  conversation  which  I  had  with  Professor  Callendar,  in  the  autumn 
of  1 896,  we  discussed  the  unsatisfactory  state  of  our  knowledge  of  the  specific  heats 
of  water  and  mercury.  Professor  Callendar  pointed  out  that  what  was  required 
was  a  new  method  of  calorimetry,  which  would  reduce  to  a  minimum  many  of  the 
larger  corrections  inherent  in,  and  making  uncertain,  the  older  methods.  Such  he 
considered  possible  in  a  continuous,  or  steady,  flow  method,  in  which  a  stream 
of  liquid  could  be  made  to  continuously  carry  off  a  definite  and  measurable  supply  of 
heat.  This  method  he  considered  capable  of  great  accuracy  and  free  from  nearly 
all  the  errors  in  the  older  methods.  I  very  gladly  consented  to  assist  Professor 
Callendar  in  developing  this  method,  which  we  commenced  as  a  joint  work  early 
in  1897.* 

The  early  experiments  with  mercury  will  be  discussed  in  full  in  another  paper,  and 
cannot  be  more  than  mentioned  in  this  place.  They  were  satisfactory  in  many 
respects,  but  must  be  considered  more  as  preliminary  attempts,  the  experience  ot 
which  served  so  much  to  aid  in  later  measurements  with  water.  A  calorimeter, 
designed  for  the  determination  of  the  specific  heat  of  water,  was  set  up  and  tested 
just  previous  to  the  meeting  of  the  British  Association  at  Toronto,  to  which  body  a 
preliminary  note  was  sent  describing  the  method  in  general  terms.  On  the  re-opening 
of  the  College  session,  in  September  of  that  year  (1897),  Professor  Callendar  was 
unfortunately  obliged,  through  stress  of  work,  to  relinquish  his  connection  as  a  joint 
observer  in  the  experiments.  My  own  duties,  however,  were  such  as  to  allow  of  a 
certain  amount  of  time  to  be  devoted  to  research,  so  that  the  work  was  carried  on  at 
intervals  throughout  the  winter.  During  this  session  Mr.  Russell  W.  Stovel,  B.Sc, 
joined  our  graduate  classes  and  devoted  a  large  part  of  his  time  to  assisting  in  the 
work.  It  is  largely  to  his  skill  as  an  observer  that  it  was  possible  to  continue  the 
work  during  this  time. 

In  the  spring  of  1898  Professor  Callendar  was  called  to  London  to  fill  the  Quain 
Chair  of  Physics  in  University  College,  and  was  obliged  to  sever  his  connection 
entirely  with  the  experiments.     It  was  with  extreme  regret  that  we  realized  this,  as 

*  For  theory  of  experiment  and  work  done  prior  to  1897,  see  the  paper  ])y  Professor  Caixendar 
above,  pp.  55-148. 
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so  much  was  due  to  his  kind  supervision  in  perfecting  different  portions  of  the 
apparatus.  Mr.  Stovel  also  was  obliged  to  leave  at  this  time,  so  that  the  work  was 
somewhat  delayed. 

During  the  summer  of  1898,  Mr.  Charles  Sheffield,  B.Sc,  was  kind  enough  to 
devote  his  entire  time  to  the  work,  and  made  himself  exceedingly  useful  through  his 
untiring  efforts  until  late  in  the  autumn.  University  duties  being  closed,  it  was 
possible  for  us  to  devote  all  our  time  to  the  work.  The  measurement  of  the 
mechanical  equivalent  we  obtained  will  be  described  further  on,  but  it  must  be 
regarded  as  a  preliminary  attempt  owing  to  a  source  of  error  in  the  method,  which 
was  not  discovered  until  some  time  after.  We  made  a  careful  study  of  the  general 
theory  of  the  method,  which,  as  will  be  explained  in  its  place,  was  affected  somewhat 
by  the  error  above  mentioned.  On  comparing  these  determinations  with  later  ones, 
and  more  particularly  in  applying  the  theory  of  the  method  to  different  calorimeters, 
we  met  with  such  large  discrepancies,  much  larger  than  any  possible  error  in  the 
instrumental  readings,  that  we  were  forced  to  abandon  the  greater  part  of  our  earlier 
results,  and  re-organize  the  experiment. 

Unfortunately  Mr.  Sheffield  was  called  away  at  this  time  and  was  unable  to 
continue  his  work  on  the  method.  It  is  with  extreme  regret  that  I  have  to  record 
the  death  of  Mr.  Sheffield,  since  leaving  this  laboratory,  which  occurred  recently  at 
Niagara  Falls,  where  he  occupied  a  position  in  the  capacity  of  electrical  engineer. 
His  death  at  so  early  an  age  and  under  such  trying  circumstances  is  all  the  more  sad, 
as  he  had  proved  his  worth  and  ability  in  so  many  ways  as  an  accurate  observer  and 
faithful  worker. 

During  the  winter  of  1898-99  I  was  obliged  to  undertake  the  sole  responsibility 
of  the  work,  with  the  exception  of  some  temporary  assistance  in  taking  observations 
from  my  colleague,  Mr.  H.  M.  Tory,  M.A.,  to  whom  I  am  also  indebted  for  many 
helpfiil  suggestions.  As  at  that  time  there  was  no  prospect,  until  the  close  of  the 
session,  of  finding  an  experienced  observer  who  could  devote  sufficient  time  to  help 
in  taking  observations,  it  was  necessary  for  me  to  arrange  the  conditions  of  the 
experiment  so  as  to  be  able  to  take  all  the  observations,  both  thermal  and  electrical, 
myself.  With  a  little  practice  I  was  soon  satisfied  that  this  could  be  done,  although 
not  quite  so  quickly  as  with  two  observers,  yet  with  sufficient  accuracy  to  satisfy  the 
conditions  of  the  experiment.  It  became  chiefly  necessary  to  produce  perfectly 
steady  and  uniform  conditions,  over  a  more  extended  period  of  time,  conditions  which 
demanded  greater  refinements  in  the  apparatus.  The  experiments  from  this  time  on, 
as  they  became  little  by  little  improved  and  extended,  were  so  steady  and  consistent, 
and  fulfilled  the  conditions  demanded  by  the  theory  so  perfectly,  that  it  was  deemed 
unnecessary  to  break  the  continuity  of  the  work  by  introducing  a  second  observer. 
From  January,  1899,  to  the  close  of  the  work,  the  complete  set  of  observations  for 
nearly  every  experiment  was  taken  by  one  observer. 

The  results  of  the  work  from  4°  C.  to  60°  C,  obtained  between  January  and  June 
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of  that  year,  were  communicated  by  Professor  Callendar  and  myself  to  the  meeting 
of  the  British  Association,  at  Dover,  in  Septeml>er.  A  reprint  of  this  communication, 
slightly  modified,  to  contain  some  later  determinations  above  60°,  was  published  in 
the  '  Physical  Keview'  of  April,  1900. 

In  the  present  communication  I  desire  to  record  the  complete  set  of  experiments 
obtained  for  the  mode  of  variation  of  the  specific  heat  of  water  over  the  entire 
range  0°  C.  to  100°  C,  feeling  confident  that  they  represent,  to  an  order  of  accuracy 
approaching  1  in  10,000,  the  true  values,  and  to  point  out  the  wonderful  verification 
they  give  of  the  work  of  Regnault  over  the  range  where  his  experiments  are  the 
most  trustworthy,  a  verification  so  complete  that  the  present  work  may  be  said 
to  extend  over  the  entire  range  where  it  is  possible  to  maintain  water  in  the 
liquid  phase. 

I  desire,  at  this  time,  to  record  my  thanks  to  Professor  John  Cox,  Director  of  the 
Macdonald  Physical  Laboratory,  for  placing  every  facility  at  my  disposal  that  could 
aid  me  in  the  work  ;  to  Mr.  J.  W.  Fraser,  B.Sc,  Demonstrator  in  Physics  in  this 
laboratory,  for  his  observations  on  the  comparisons  of  our  1-ohm  resistance  standards ; 
and  to  Mr.  G.  W.  Scott  for  his  kindness  in  helping  me  prepare  figures  for  this  paper. 

I  am  also  indebted  to  Messrs.  Eimer  and  Amend,  of  New  York,  for  the  very 
efficient  way  in  which  they  made  three  glass  calorimeters,  and  the  great  trouble  they 
took  to  exhaust  very  perfectly  the  vacuum-jacket  connected  with  each  one.* 

Sec.  2. — General  Theory  of  the  Method  of  Continuous  Calorimeiry. 

If  we  have  a  flow  of  liquid,  Q  per  second,  continuously  heated  by  an  electric 
current  in  a  fine  tube  enclosed  in  a  vacuum-jacket,  the  walls  of  which  are  maintained 
at  the  temperature  of  the  liquid  flowing  into  the  fine  tube,  then,  when  equilibrium 
has  been  established, 

3s  Qt  (0^  -  e^)  +  (^1  -  ^o)  ht  =  EC^, 
where 

J  is  the  mechanical  equivalent  of  heat, 

s,  the  specific  heat  of  the  liquid, 

^0,  the  temperature  of  the  inflowing  liquid, 

^j,  the  temperature  of  the  outflowing  liquid, 

h,  the  heat-loss  per  degree  difference  in  temperature  between  the  surface  of 

the  fine  tube  and  the  walls  of  the  vacuum-jacket, 
EC,  the  electrical  energy  generated  per  second,  and 
t,  the  time  of  flow. 

If  the  liquid  be  a  conductor  of  electricity,  such  as  mercury,  then  E  represents  the 
difierence  of  potential  maintained  across  the  column  of  liquid  in  the  fine  tube,  and  C 
represents  the  current  flowing  through  the  tube.     If  the  liquid  be  a  non-conductor, 
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such  as  water,  then  E  represents  the  difference  of  potential  across  a  conducting  wire 
passed  through  the  tube  in  which  the  current  C  flows. 

We  will  deal  entirely  in  this  place  with  the  method  as  applied  to  this  latter  case, 
such  as  a  steady  flow  of  water,  and  replace  J*'  in  the  general  equation  by  J,  or  the 
number  of  joules  in  one  calorie. 

Let  J  =  4'2  (1  J::  8),  where  S  is  a  small  quantity  varying  with  the  thermal 
capacity  of  the  water,  then  we  may  write  the  general  equation, 

4-2  (1  ±  8)  Qt  (^1  -  ^o)  +  (^1  -  ^o)  h^  =  EC^. 

Dividing  through  by  t,  and  re-arrangiug  the  terms,  we  have 

4-2  Q  {0,  -0o)8+  {0,  ^0o)h  =  EG^  4*2  Q  {0,  -  ^o)- 

This  we  will  call  the  general  difference  equation. 

The  total  heat-loss  from  the  water  will  be  made  up  of  radiation  from  the  surface  ot 
the  tube  through  which  the  water  is  flowing,  conduction  from  the  ends  of  the  tubes 
containing  the  thermometers  for  measuring  the  temperature  of  the  inflowing  and 
outflowing  water,  and  convection  currents  due  to  insuflScient  stirring  around  the 
thermometer  bulbs.  There  will  be  a  small  gain  in  heat  due  to  work  done  by 
the  water  in  flowing  through  the  fine  tube.  To  study  the  effect  of  these  upon 
the  general  difference  equation  it  will  be  necessary  to  refer  to  the  diagram  of  the 
continuous-flow  electric  calorimeter  in  its  simplest  form,  given  in  fig.  1. 
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Fig.  1.     Diagram  of  Calorimeter. 

In  this  AB  represents  the  fine  tube  in  which  the  water  is  heated  while  flowing 
through,  V,  the  vacuum-jacket,  and  C  and  P  the  inflow  and  outflow  tubes  connected 
to  AB,  in  which  the  thermometers  are  placed.  The  water-jacket  is  shown  at  W,  and 
includes  the  vacuum-jacket  and  inflow-tube  C.  The  water  enters  the  calorimeter  at 
E  from  a  reservoir  separate  from  that  supplying  the  water  for  the  jacket,  but 
maintained  at  the  same  temperature.  The  electric  heating  current  passes  through 
the  fine  tube  AB  through  a  platinum  wire  extending  the  whole  length,  but  is 
an'anged  so  as  not  to  generate  heat  in  the  vicinity  of  the  thermometer  bulbs.  The 
thermometer  in  C  measures  the  temperature  0q  of  the  inflowing  water,  and  that  in  P 
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the  temperature  0^  of  the  outflowing  water,  warmed  by  the  passage  of  the  electric 
current.  The  temperature  of  the  water  increases  rapidly  from  B  to  A,  and  gradually 
decreases  from  A  towards  P. 

Radiation, — The  loss  of  heat  through  the  vacuum-jacket  will  consist  of  the 
cooling  of  the  surface  of  the  glass  in  the  flow-tube  by  radiation,  by  convection 
currents  of  residual  vapour  in  the  jacket,  and  by  radiation  from  the  molecules  of  the 
water  itself.  Provided  the  vacuum  is  good,  these  are  all  included  in  the  h  term  of 
the  general  difference  equation.  This  radiation  term  obviously  should  not  vary,  but 
should  remain  independent  of  the  quantity  of  water  flowing,  provided  it  can  be 
assumed  that  the  temperature  gradient  from  B  to  A  remains  the  same  for  all  flgws. 
This  assumption  can  be  justified  only  if  the  temperature  gradient  is  linear.  If  it  is 
not  linear  then  we  may  have  either  one  of  two  conditions : — 

1.  When  the  distribution  of  heat  in  the  water  column  AB  is  such  that  the 
water  is  hotter  in  the  centre  than  the  sides,  in  which  case  the  temperature 
of  the  glass  surface  of  the  fine  tube  will  be  that  represented  in  (1)  fig.  2, 
and  will  depend  on  the  thermal  conductivity  of  the  different  layers  of 


Fig.  2. 

water  between  the  centre  and  the  sides,  which  will  be  conditioned  by  the 
rapidity  of  flow.  This  condition  is  fulfilled  perfectly  when  the  water 
column  is  receiving  heat  from  a  central  wire  conductor  and  flowing  at 
velocities  less  than  the  critical  velocity  for  the  tube  in  question.  In  this 
case  the  water  flows  in  parallel  stream-lines,  and  does  not  mix.  The 
higher  the  velocity  of  flow  up  to  the  critical  velocity,  the  more  gradual  will 
be  the  slope  of  the  temperature  gradient  of  the  glass  surface  from  B  to  A. 
At  A,  the  water  is  mixed  around  the  thermometer  bulb  and  the  temperature 
of  the  glass  suddenly  increases.  For  any  given  temperature  6^  of  the 
water,  as  indicated  by  the  outflow-thermometer,  the  total  heat-loss  from 
the  water  will  decrease  with  increasing  velocity  of  flow  in  proportion  to 
the  slope  of  the  temperature  gradient  along  BA. 
The  case  where  the  sides  of  the  water  column  are  hotter  than  the  interior,  or 
where  the  water  is  receiving  heat  from  the  surface  of  the  fine  tube.     The 
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temperature  gradient  will  then  be  represented  by  (2)  fig.  2.     The  water 

flowing  through  the  interior  of  the  tube  will  receive  less  and  less  heat  from 

the  layers  along  the  sides  as  the  velocity  of  flow  increases.     To  attain  the 

given  temperature  0y  on  the  outflow-thermometer,  the  temperature  gradient 

from  B  to  A  will  rise  rapidly,  and  suddenly  decrease  as  the  water  is  mixed 

around  the  bulb.     The  total  heat-loss  from  the  water  will  then  increase 

with  increasing  flow  in  proportion  to  the  slope  of  the  temperature-gradient 

from  B  to  A.     This  condition  would  be  perfectly  fulfilled  by  replacing  the 

fine  glass  tube  by  one  of  metal  through  which  the  electric  heating  current 

could  be  made  to  flow.     Less  perfectly  it  is  fulfilled  when  the  heating  wire 

lies  along  the  sides  of  the  tubes,  and  supplies  heat  to  the  layers  of  water 

nearest  the  walls  of  the  tube. 

In  both  these  cases  the  heat-loss  would  not  be  independent  of,  but  would  depend 

on,  some  fimction  of  the  flow.     To  ensure  a  perfectly  uniform  temperature,  equal  to 

that  of  the  flow-tube,  throughout  any  section  of  the  water  column,  it  is  necessary  to 

produce  thorough  mixing  at  all  points,  and  avoid  the  formation  of  stream-lines.     If 

this  is  fulfilled,  we  can  be  safe  in  assuming  the   temperature   gradient   at   least 

approximately  linear  from  B  to  A  in  both  the  above  cases.     Also  that  the  total 

quantity  of  heat  lost  per  second  by  radiation  from  the  water  in  its  passage  through 

the  length  of  tube  included  in  the  vacuum-jacket  is  the  same,  quite  independent  of  the 

velocity  of  flow. 

An  experimental  study  of  the  two  cases  above  given,  where  the  water  flowing  in 
parallel  stream-lines  receives  heat  from  a  platinum  wire,  which  may  be  moved  from 
the  centre  to  the  sides  of  a  3-millim.  bore  flow-tube,  will  be  given  in  Section  7. 

Conduction. — ^The  heat-loss  by  conduction  from  the  ends  of  the  calorimeter  will 
evidently  be  very  small  where  a  bad  thermal  conductor,  such  as  water,  is  used. 
Where  metal  wires  are  introduced  to  convey  the  electric  current  to  the  central 
heating  wire,  the  conduction  of  heat  from  the  water  by  the  wires  assumes  a  much 
more  serious  character,  more  especially  when  the  calorimeter  and  jacket  are  maintained 
at  a  temperature  very  different  to  that  of  the  surrounding  air.  At  the  inflow  end 
the  effect,  when  the  calorimeter  is  at  a  higher  temperature  than  that  of  the  air,  is  to 
lower  the  temperature  6q  of  the  inflow  water  by  a  small  amount.  The  effect  at  the 
outflow  end  is  similar,  but  smaller,  on  account  of  the  direction  of  flow.  It  is  evident 
that  this  can  always  be  measured  and  eliminated  for  any  given  flow  by  recording  the 
temperatures  of  the  inflow  and  outflow  thermometers  before  the  electric  heating 
current  is  turned  on.  The  only  conduction  effect  that  these  "  cold "  readings  will 
not  take  account  of  is  the  conduction  from  the  outflow-tube  due  to  the  rise  of 
temperature  (^i  —  ^o)-  ^h^®  must  be  separately  measured  in  other  ways.  It  can  be 
estimated  and  its  maximum  effect  obtained,  for  any  given  difference  in  temperature, 
by  surrounding  the  outflow-tube  beyond  the  water-jacket  by  a  water  circulation,  the 
temperature  of  which  can  be  changed  at  will.     If  it  is  made  as  small  as  possible  by 
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replacing  the  water  circulation  by  heavy  lagging ;  its  effect  can  be  measured  by 
varying  the  flow  of  water,  as  will  be  shown  fiirther  on.  This  conduction  effect  will 
be  independent  of  the  difference  in  temperature  between  the  jacket  water  and  the 
outside  air,  and  depend  on  the  rise  of  temperature  (^i  —  ^o)  directly,  and  on  the 
velocity  of  flow  inversely. 

Convection. — We  have  already  discussed  the  effect  of  the  stream-line  flow  on  the 
radiation  correction,  when  the  water  is  not  stirred  in  its  passage  through  the  flow-tube. 
It  is  proposed  further  on  to  treat  this  more  in  detail,  as  it  has  an  important  bearing 
on  the  general  validity  of  this  method  applied  to  a  non-conducting  liquid.  The  effect 
of  convection  currents  around  the  thermometer  bulbs  is  avoided  by  suitably  stirring 
the  water.  Strictly  speaking,  the  thermal  stream-lines  in  the  flow-tube  should  not 
be  classed  as  convection  currents,  but  I  have  included  them  here  for  the  sake  of 
convenience. 

Gain  of  Heat. — The  work  done  by  the  water  in  flowing  through  the  fine  tube  may 
be  measured  by  determining  the  difference  in  water-pressure  between  the  inflow  and 
outflow-tubes,  for  any  given  flow.  The  work  done  by  any  other  flow  can  then  be 
determined  by  measuring  the  change  in  temperature  on  the  outflow-thermometer  due 
to  the  change  in  flow. 

If  Wj  be  the  work  done  by  the  flow  Q^  per  second, 

then 

Wi  =  JQi  (^1-^0) +  (^1-^0)^     and     Vf,  =  JQ,{0,-do)  +  {0,-e,)h, 

where  Oq  is  the  temperature  of  the  inflowing  water  as  before, 

^1  and  ^2  the  temperatures  of  the  outflowing  water  for  the  flows  Q^  and  Q3 

respectively,  and 
h  the  heat-loss  per  degree  rise,  as  before. 

Then  Wi  -  W^  =  J  (Qi  -  Q^)  (6,  -  9,)  +  h{e,'^  0,). 

But  h  is  small,  and  (^1  —  d^)  ^^  small,  so  that  we  may  neglect  it  in  comparison  to 
(Qi  —  Qa)-  If  we  find  that  (^1  —  0^)  is  negligible  for  a  large  value  of  (Q^  —  Qg),  then 
we  have  W^  =  Wg  =  0. 

For  the  limits  of  flow  and  the  size  of  flow-tubes  I  adopted  in  the  present  experi- 
ments, no  measurable  effect  could  be  obtained  on  the  outflow-thermometer.  Even  if 
the  work  done  was  appreciable,  the  method  adopted  of  obtaining  the  "cold"  readings 
for  each  flow  would  eliminate  it,  except  if  it  varied  with  the  change  in  the  viscosity 
of  the  water,  heated  through  the  temperature  (6^  —  ^o)- 

Method  of  Measuring  the  Specific  Heat. — Referring  to  the  original  difference- 
equation,  we  see  that 

4-2  Q  {0,  -  ^0)  8  +  (^1  -  ^0) ^  =  EC  -  4-2Q  (^1  -  ^0), 
in  which  there  are  the  two  terms  8  and  h  to  be  determined.     If  we  take  two  flows  of 
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water,  Q^  and   Qo,  for  the  same  inflow  temperature   Oq,   then  we   have   the   two 
equations 

4-2  Q.  {0,  -  e,)  8,  +  (<?i  -  ^o)  ^  =  EiCi  -  4-2  Q,  {6,  -  e,\ 
4-2  q,  (0,  -  0,)  Z,  +  {0^  -0o)h  =  EA  -  4-2  Q,  {0,  -  0,), 

If  the  electric  current  is  adjusted  for  the  two  flows  so  that  ^,  =  0^,  then 

{0,-0o)h  =  {0,-0o)h, 

and  8,  =  §2  =  8,  and  hence  by  direct  subtraction  and  writing  d^ = (^j  —  ^q)  =  (^j  —  0^), 

4-2  (Q,  -  Qa)  ci^S  =  (EiCi  -  4-2  Q^  dO)  -  (EA  -  4*2  Q^ d0), 

A  S  _  ^^^"^1  -^  Q^de)-^K,C^  -  4-2  Q,^) 

^^'^  *~  "4-2(Qj-Q,)d^        -  ' 

from  which  J,  or  the  number  of  joules  per  calorie  =  4*2  (1  ±  8).     By  substituting  8 
in  either  difference-equation,  %  can  be  obtained. 

The  value  of  J  thus  obtained  will  be  the  mean  over  the  range  d0  through  which 
the  water  is  heated,  and  apply  to  the  mean  temperature 

^0  +  i  (^1  -  ^o)  =  T  (mean). 

If  the  variation  of  the  value  of  J  is  not  linear  over  this  mean  temperature,  then  for 
different  values  of  0q  and  0^  for  the  same  value  of  T  (mean),  the  value  of  J  will  be 
slightly  different. 

Application  of  the  General  Difference  Equation  to  Test  the  Theory  of  the  Method. — 
In  order  to  test  the  accuracy  of  the  assumptions  made  in  regard  to 

(a)  The  dependence  of  the  heat-loss  on  the  rise  of  temperature, 

(6)  The  dependence  of  the   heat-loss  on   the  flow,  including  the   conduction 
correction, 

we  will  consider  the  general  difference  equation.     We  have  as  before 

4-2  Q  {d0)  8  +  {d0)  ;i  =  EC  -  4-2  Q  {d0). 

Dividing  through  by  d0,  the  equation  is  expressed  per  degree  rise,  or 

,  „  ^  ^    .    ,        EC  -4'2Qdtf       ^ 
4-2  Q  8  +  ;i  =  -- — ^g  ^       =  A. 
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If  h  depends  only  on  dd^  then  for  different  values  of  dd,  for  the  same  mean 
temperature  and  flow,  we  have 

4*2Q8-|-  /i  =  A  =  constant. 

This  relation  should  hold  provided  the  temperature  coefiicient  of  both  8  and  h  is 
linear.     A  small  variation  from  lineality  can,  however,  be  safely  neglected. 

If  we  vary  the  flow  and  keep  the  rise  of  temperature  constant,  then  we  have  in  the 
equation  already  given 

4-2  Q8  +  ;i  =  A. 

The  value  of  A  for  different  values  of  Q  wiU  vary  in  proportion  to  4*2  Q  8,  but  the 
variation  will  be  a  linear  one,  provided  we  are  not  neglecting  any  term  on  the  left- 
hand  side  varying  inversely  as  the  flow.     If  8  =  0,  then 

,        EC-JQd5 
^^ dd 

for  any  value  of  Q. 

In  Section  5  the  experimental  proof  of  these  considerations  is  given,  and  it  is 
shown  that  within  wide  limits  of  flow  it  holds  with  great  accuracy.  For  very  small 
values  of  Q  the  conduction  becomes  measurable,  but  the  limits  chosen  in  the  present 
series  of  experiments  are  seen  to  hold  for  the  higher  temperatures  as  perfectly  as  for 
the  lower. 

Sec.  3. — Measurement  of  Fundamental  Constants. 

Owing  to  the  importance  attached  to  the  measurement  of  the  different  constants 
in  the  general  equation  of  the  method,  it  is  proposed  to  treat  each  one  separately  in 
this  section,  dividing  them  up  under  the  two  heads  electrical  and  thermal.  In  the 
first  we  have  the  Clark  cell,  standard  resistance  and  potential  measurements,  and  in 
the  second  the  measurement  of  temperature,  weight  and  time. 

The  general  plan  of  the  electrical  connections  is  given  in  fig.  3.  A  large  4-ceU 
accumulator,  of  200  ampere-hours  each,  supplied  the  steady  heating  current  to  the 
calorimeter  through  the  resistance  and  rheostat.  Potential  terminals  were  taken 
from  the  calorimeter  and  resistance,  and  from  two  Clark  cells  in  series,  to  the  paraflBn 
block,  where  they  were  placed  in  mercury  cups  cut  in  the  solid  paraffin.  Wires 
leading  from  two  holes,  placed  equi-distant  from  the  other  cups  in  the  block,  were 
carried  to  the  potentiometer  shown  to  the  left,  and  included  a  galvanometer  in  the 
circuit.  By  interchanging  two  connections,  the  Clark  cell,  calorimeter  or  resistance 
could  be  connected  through  the  galvanometer  to  the  potentiometer.  By  altering  the 
rheostat  or  connecting  a  smaller  number  of  cells,  the   heating   current  could   be 
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adjusted  for  a  change  of  water  flow  in  the  calorimeter,  so  as  to  produce  the  same  rise 
of  temperature. 

If  Xo  is  the  reading  of  the  potentiometer  for  the  balance  point  of  the  Clark  cell, 

Xi  potentiometer  reading  for  difference  of  potential  on  calorimeter, 

Xg  the  same  for  resistance  R, 

e  the  E.M.F.  of  Clark  cell, 

R  the  value  of  the  resistance, 
then  E,  the  potential  across  the  calorimeter,  is  Xj/X^  X  2e,  where  the  two  Clark  cells 
are  used  in  series. 
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Also  the  current  C  in  the  circuit  is  Xg/X^  X  2e/R,  jfrom  which  we  get  the  total 
watt  energy  per  second  supplied  to  the  calorimeter,  when  the  conditions  have  become 
steady,  and  used  in  heating  the  water, 

Tip X^Xgg^4 

The  experimental  error  involved  in  the  measurement  of  EC  will  depend  on  the 
accuracy  of  the  measure  of  X^,  Xg,  and  X^  and  on  the  constancy  of  e  and  R. 

Sec.  3a. — Clark  Cell. 

Some  time  previous  to  my  undertaking  the  present  series  of  experiments,  I  made  a 
careftd  study  of  the  Clark  cell  with  Professor  Callendar  in  order  to  become  more 
conversant  with  its  behaviour,  as  well  as  to  devise,  if  possible,  a  more  reliable  form  of 
cell  than  the  one  in  vogue  at  that  time.     The  result  of  this  work  has  already  been 
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published  in  full  (*  Proc.  Roy.  Soc./  vol.  67,  p.  117  (1897)),  and  in  consequence  may 
be  passed  over  here  with  but  a  brief  mention.  A  thorough  study  of  the  old  form  of 
cell  recommended  by  the  Board  of  Trade  formed  one  of  our  chief  objects,  including 
measurements  of  the  diffusion  lag  on  a  sudden  and  definite  change  of  temperature. 
It  was  shown  that  for  a  change  of  15°  C.  the  time  required  for  a  B.O.T.  cell  to  assume 
its  true  value  was  of  the  order  of  14  days  when  left  undisturbed,  but  only  2  days 
when  shaken  three  times  at  different  intervals.  In  ceUs  where  the  saturated  solution 
of  zinc  sulphate  was  replaced  by  moist  zinc  sulphate  crystals,  no  such  effect  could  be 
noticed,  but  the  cells  assumed  their  normal  value  on  a  sudden  change  in  temperature 
in  10  or  15  minutes,  or,  in  other  words,  in  only  such  time  as  was  required  for  the  cell 
to  assume  the  temperature  of  the  surroundings. 

These  modified  B.O.T.  cells  were  studied  in  every  detail,  but  more  particularly  as 
regards  the  formula  governing  the  variation  of  the  E.M.F.  with  temperature  and 
their  reproducibility.  The  remarkable  constancy  of  these  cells,  their  agreement 
amongst  themselves,  and  the  closeness  with  which  they  followed  the  temperature 
expression  deduced,  was  a  matter  of  much  satisfaction.  It  was  found  that  the 
temperature  change  of  the  E.M.F.  depended  on  two  conditions,  a  change  of 
temperature  and  a  change  of  strength  of  solution.  These  two  changes  were  about 
equal  and  formed  one-half  of  the  total  change.  By  keeping  the  strength  of  the 
solution  constant  and  varying  the  temperature,  the  change  was  practically  the  same 
for  all  strengths,  and  equal  to  that  found  by  Professor  Carhart  for  the  Carhart- 
Clark  cell.  If  the  temperature  was  kept  constant  and  the  strength  of  solution 
varied,  then  the  E.M.F.  followed  the  concentration  in  the  linear  relation  in  millivolts 
and  grammes  per  cub.  centim., 

dE  =  42-0  -  88-Ow;. 

The  variation  with  temperature  was  followed  for  higher  temperatures,  and  the 
transition  point  for  the  inversion  of  the  heptahydrate  (normal)  crystals  at  38'78°  C. 
fixed.  Various  types  of  cells  were  devised  which  have  been  designated  as  the  B.O.T. 
"  crystal"  cell,  which  is  the  modified  Board  of  Trade  form  ;  the  '*  sealed  "  cell,  which 
is  a  form  hermetically  closed  by  glass  fusion ;  and  the  "  inverted ''  cell,  which  is 
a  B.O.T.  crystal  cell  reversed  so  as  to  place  the  negative  electrode  (zinc  amalgam)  at 
the  bottom.  These  all  have  an  identical  temperature  formula,  which  may  be  expressed 
in  millivolts, 

E^  =  Ei5  -  1-200  {t  -  15°)  -  -0062  {t  -  Wf 

between  0°  and  30°  for  a  mean  temperature  of  15°,  or 

E^  =  E39  -  1-635  (t  -  39°)  -  -0140  {t  -  39°)^ 

for  a  mean  temperature  of  39° 
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For  a  cell  about  the  mean  temperature  of  39°,  with  the  hexahydrate  crystals  as 
solid  phase,  the  formula 

Ei  =  E39  -  1-000  {t  -  sr)  -  -0070  {t  —  39y 

was  obtained.  For  temperatures  above  30®,  as  the  second  formula  shows,  the  values 
given  by  the  first  formula  diverge  from  the  observed  values,  due  probably  to 
a  secondary  change  produced  by  the  decomposition  of  the  mercurous  sulphate.  If 
the  first  formula  is  corrected  by.the  additional  term 

- -00006  (^-  uy, 

the  calculated  values  from  30°  to  40°  C.  are  brought  into  very  close  agreement  with 
the  observed  values. 

The  Clark  cells  I  have  used  in  the  present  work  are  some  of  the  original  crystal 
cells  described  in  the  paper  by  Professor  Callendar  and  myself,  "  On  the  Variation 
of  the  Electromotive  Force  of  the  Clark  Standard  Cell,"  already  referred  to.  These 
cells  have  been  in  the  laboratory  since  1895,  and  frequent  comparisons  made  of  their 
E.M.F.  with  newer  cells  constructed  at  different  times,  both  by  myself  and  the 
advanced  electrical  engineering  students.  As  these  cells  are  the  originals  from  which 
the  temperature  formulae  already  given  were  obtained,  the  constancy  of  the  E.M.F. 
maintained  to  the  present  time  is  a  matter  of  some  surprise,  considering  the  severe 
treatment  they  were  subjected  to  during  our  earlier  experiments.  They  were  made 
in  the  generally  accepted  way  in  a  test-tube,  and  sealed  by  means  of  a  cork,  on  the 
top  of  which  marine  glue  was  melted.  The  life  of  such  a  cell  is  necessarily  dependent 
on  the  speed  with  which  the  crystals  commence  to  dry,  and  this  fact  has  been  raised 
against  the  use  of  moist  crystals  in  place  of  a  saturated  solution.  I  have  found 
however,  that  in  point  of  usefulness  our  crystal  cells  have  outlived  several  cells  with 
saturated  solution  which  were  made  at  the  same  time.  It  appears  that  the  crystals 
retain  the  moisture  more  tenaciously  than  the  saturated  solution  does,  so  that  whereas 
a  solution  may  be  reduced  to  one-third  of  its  original  bulk,  with  deposition  of 
crystals,  a  mass  of  crystals  retains  its  moisture  without  diminishing  in  bulk  or 
uncovering  the  zinc  rod.  Owing  to  the  dryness  of  the  Montreal  climate,  the  question 
of  the  slow  evaporation  of  liquid  from  the  cells  is  a  serious  one.  Our  cells  have  been 
re-sealed  on  one  occasion  by  simply  re-melting  the  marine  glue,  but  apparently 
without  harm  except  to  one  (X3),  which  when  left  undisturbed  for  several  months 
returned  to  its  original  normal  condition,  and  is  at  present  as  good  as  the  others. 

Several  sealed  cells,  inverted  cells,  and  a  number  of  new  crystal  cells  have  since 
been  made  in  the  laboratory,  and  have  served  to  check  the  constancy  of  the  original 
crystal  cells.  Independently  several  cadmium  cells  were  made  in  1897,  in  the 
inverted  form,  which  proved  to  be  quite  satisfactory,  and  a  comparison  of  the  mean 
of  these  cells  was  made  with  the  mean  of  the  crystal  cells.     These  cadmium  cells 
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I  have  described  in  another  place,  and  have  shown  that  they  cannot  be  relied  on,  as 
an  accurate  laboratory  standard,  to  quite  the  same  order  of  accuracy  as  a  Clark 
cell,  although  as  a  commercial  instrument  they  have  distinct  and  unquestionable 
advantages  over  the  Clark  celL 

The  method  of  keeping  the  dark  cells  at  a  constant  temperature  has  been  already 
described  in  my  earlier  papers.  Briefly  it  consists  of  a  water  thermostat  with  gas 
regulator,  which  is  capable  of  maintaining  the  temperature  constant  to  "02°  C.  over 
extended  perioda  Whenever  one  of  the  experiments  on  the  specific  heat  of  water 
was  performed,  the  bath  was  set  to  regulate  as  near  15°  as  possible,  and  throughout 
hardly  ever  varied  more  than  -01®  or  "02°,  unless  some  sudden  change  in  the  gas- 
pressure  or  water  supply  introduced  a  disturbance  of  too  sudden  a  nature  to  be  at 
once  rectified  by  the  regulator.  The  bath  was  supplied  by  a  stream  of  water  firom  a 
constant-level  head  through  a  spiral  of  copper  tubing  about  2  millims.  diameter,  and 
was  heated  by  the  gas  flame,  controlled  by  the  regulator,  as  it  passed  through. 
During  the  winter,  the  water-supply  in  the  laboratory  was  always  between  8*^  and 
10^  C.  at  the  place  where  the  bath  was  located,  so  that  there  was  no  difficulty  in 
maintaining  the  bath  at  15^  During  the  siunmer,  however,  the  water  sometimes 
reached  18°  or  20°,  and  it  became  impossible  to  keep  the  bath  at  15°  without  running 
the  inflowing  water  through  an  ice  tank  before  it  entered  the  bath.  As  this  entailed 
considerable  trouble,  the  bath  was  allowed  simply  to  take  the  temperature  of  the 
inflowing  tap  water,  and  rose  and  fell  in  temperature  slowly  with  it.  There  was  no 
special  object  after  aU  in  keeping  the  cells  at  15°,  on  account  of  the  accuracy  of  the 
temperature  coefficient,  and  the  complete  agreement  of  all  the  cells  with  one  another 
at  all  the  temperatures  of  comparison.  The  temperature  of  the  bath  was  taken  with 
a  Greissler  thermometer  reading  to  '01°  This  thermometer  was  reduced  to  the 
nitrogen  scale  by  comparisons,  with  a  platinum  thermometer,  made  both  by  Professor 
Callendab  and  myself  in  1896.  It  has  seldom  varied  more  than  a  few  degrees 
either  way  from  15°  since  then,  and  as  it  was  a  somewhat  old  thermometer  at  the 
time  of  comparison  with  the  platinum,  it  is  unlikely  that  its  readings  have  changed 
much  since.  Moreover,  our  later  tests  on  the  temperature  coefficient  made  with  this 
thermometer  and  thermometers  calibrated  by  it,  have  agreed  so  well  with  the 
earlier  measurements  that  there  is  no  reason  to  doubt  the  correctness  of  its  readings. 

The  comparison  of  the  E.M.F.  of  the  different  cells  was  made  on  a  specially 
constructed  potentiometer,  but  as  it  has  already  been  described  it  will  be  unnecessary 
to  more  than  mention  it  here.  Special  attention  was  given  to  having  the  readings 
sufficiently  sensitive  to  the  order  of  accuracy  we  attempted,  and  defective  insulation 
was  amply  guarded  against.  For  differences  in  E.M.F.  the  potentiometer  read 
directly  in  millivolts,  at  the  rate  of  '01  mv.  for  each  millimetre  of  scale.  A 
6000-ohm  galvanometer  in  the  circuit  was  sensitive  to  a  scale  distance  a  little  less 
than  1  millim. 

In  Table  L  I  have  arranged  the  complete  series  of  comparisons  made  on  six  of  our 
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Table  L — Differences  Expressed  in  Hundredths  of  a  Millivolt  from  Mean. 


Xi 

1898. 

March. 

April. 

9. 

10. 

11. 

14. 

le. 

23. 

25. 

31. 

2. 

12. 

20. 

-   5 

-   6 

-   4 

-   4 

-   5 

-   4 

-   4 

-  4 

-   5 

-  4 

-  4 

Xj 

+  7 

+  8 

+  8 

+  7 

+   9 

+  7 

+   8 

+   8 

+  8 

+   8 

+   9 

X, 

— 

— 

— 

— 

— 

—    ■ 

— 

— 

— 

— 

— 

Xs 

-17 

-15 

-13 

-16 

-16 

-16 

-14 

-16 

-17 

-16 

-16 

Xio 

-H4 

+  12 

+  10 

+  16 

+  15 

+  15 

+  13 

+  14 

+  14 

+  14 

+  13 

Xii 

+  1 

+   1 

-   1 

0 

+   1 

0 

+   1 

-    1 

-   1 

0 

-   1 

Temperature  of  com- 

15" 

15* 

15' 

15* 

16* 

16* 

16* 

15- 

15- 

16' 

15* 

parison 

X, 

1898. 

May. 

June. 

July. 

Sept. 

Oct. 

December. 

4. 

5. 

9. 

28. 

13. 

17. 

23. 

10. 

14. 

14. 

16. 

-   4 

-.3 

-  4 

-   3 

-  6 

-   4 

-  6 

-   2 

-  4 

-   8 

-  8 

X, 

Xs 

Xs 

+  6 

+  6 

+   6 

+  7 

+  5 

+  6 

+  4 

+  14 

+  10 

+  16 

+  16 
+   1 
-19 

-17 

-17 

-18 

-18 

-20 

-20 

-21 

-15 

-21 

-20 

Xio 

+  15 

+  15 

+  16 

+  16 

+  17 

+  18 

+  18 

+  21 

+  16 

+  16 

+  15 

x„ 

-    1 

-   1 

-   1 

-   2 

0 

0 

+   1 

+   4 

-   2 

-   6 

-   3 

Temperature  of  com- 

15° 

16° 

15* 

15* 

18' 

18* 

20* 

19- 

14* 

16* 

15* 

parison 

X, 

18 
Dece 

98. 

1899. 

1900. 

mber. 

Jan. 

March. 

May. 

June. 

Oct. 

February. 

March. 

19. 

27. 

17. 

24. 

6. 

16. 

25. 

5. 

13. 

14. 

-  8 

-   8 

-  9 

-12 

-   9 

-10 

-10 

-17 

-14 

-16 

X, 

+  17 

+  15 

+  14 

+  11 

+  16 

+  16 

+  17 

+  17 

+  20 

+  14 

Xs 

+  3 

+   1 

+  2 

+  16 







+  18 

«~ 

+  17 

Xs 

-20 

-19 

-20 

-23 

-17 

-18 

-21 

-23 

-18 

-24 

Xio 

+  16 

+  16 

+  14 

+  12 

+  16 

+  18 

+  16 

+  11 

+  16 

+  12 

Xu 

-   5 

-   3 

-  3 

-  6 

-   2 

-   2 

-   2 

-  8 

-  3 

-  7 

Temperature  of  com] 

larison. 

16* 

16* 

is- 

15* 

16* 

16* 

16* 

15* 

16* 

15* 

T  2 
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original  cells  from  the  date  of  the  last  comparison  given  in  Table  VIL,  Section  23, 
p.  151  {loc.  cit.)y  to  the  close  of  the  present  series  of  experiments.  Various  other 
tables  are  given  here  in  order  for  the  other  types  of  cells,  and  I  have  designated 
the  different  cells  by  capital  letters  indicating  the  tjrpe,  and  by  a  suffix  to  indicate 
the  number  of  the  particular  celL  The  crystal  cells  are  given  as  X,  the  sealed  cells 
by  S,  the  inverted  cells  by  XR,  and  the  cadmium  cells  by  Cd.  In  the  original  table 
of  comparison  already  referred  to,  cells  X^,  Xj,  X3,  X5,  X^,  Xj^,  and  X^  were  given.  Of 
these  cells,  all  are  at  present  in  existence,  with  the  exception  of  Xg,  which  was  taken 
away  from  the  laboratory  and  since  broken.  Table  I.  may  be  taken  as  a  continuation 
of  the  older  table.  The  relative  differences  in  these  cells,  although  somewhat  larger 
than  is  usually  obtained  in  constructing  a  number  of  cells  from  the  same  lot  of 
materials,  have  been  maintained  so  consistently  that  over  extended  periods  a  constancy 
of  1  in  100,000  can  be  easily  assumed.  Later  results  show  that  cells  X^  and  X5  have 
lowered  somewhat,  but  even  in  these  two  cases  the  drop  is  less  than  '1  mv.,  and 
takes  place  so  gradually  as  to  be  easily  corrected  for.  It  is  highly  probable  that  all 
these  cells  will  eventually  become  lower  in  value  as  they  become  older,  on  account  of 
the  drying  up  of  the  crystals. 

During  the  winters  of  1897-98  and  1898-99  a  number  of  tests  were  made  by  some 
of  the  advanced  students  on  cells  prepared  by  themselves  under  my  supervision. 
These  cells  were  all  subjected  to  a  temperature  cycle  of  15°  to  0°,  to  15^  to  30°,  to  15°. 
The  first  batch  of  cells  made  during  1897-98  were  in  the  inverted  form,  and  were 
made  in  the  usual  way  in  a  long  test-tube  for  immersion  in  the  water-bath. 
A  10  per  cent,  zinc  amalgam  was  placed  in  the  bottom  of  the  test-tube  and  covered 
to  the  depth  of  about  2  centims  with  moist  zinc  sulphate  crystals.  The  paste  of 
mercurous  sulphate  and  zinc  sulphate  crystals  placed  on  top  of  the  crystals  was  made 
in  the  usual  way  by  mixing  moist  crystals  with  pure  washed  Hg2S04.  The  positive 
electrode  consisted  of  a  platinum  wire  flattened  at  one  end,  amalgamated,  and 
inserted  in  the  paste.  The  wire  was  protected  by  a  small  glass  tube  and  reached  to 
the  top  of  the  test-tube,  where  the  glass  was  melted  around  the  wire  to  form  a 
mercury  cup.  The  negative  electrode  was  a  platinum  wire  protected  in  a  similar  way 
and  thrust  into  the  amalgam  while  still  warm  before  the  cell  was  filled  with  the  other 
ingredienta  The  cell  was  sealed  by  shoving  a  cork  down  the  test-tube,  with  the 
two  electrodes  passing  through  holes  made  for  them,  to  within  a  few  miUims.  of 
the  ingredients.  The  cork  was  about  1  centim.  thick,  and  was  sealed  by  inserting 
particles  of  marine  glue  and  melting  them  in  place  by  carefiilly  warming  the  glass 
over  the  cork.  The  crystals  of  zinc  sulphate  were  prepared  by  re-crystallizing  the 
ordinary  pure  heptahydrate  salt  after  neutralization  with  zinc  oxide,  and  treating 
with  a  small  quantity  of  the  washed  HggSO^  when  in  solution  in  the  usual  way. 

The  cells  made  in  1898-99  were  of  the  older  tjrpe,  with  an  amalgamated  zinc  rod 
with  positive  electrode  at  the  bottom  of  the  test-tube.  They  differed  from  the 
original  crystal  cells  in  having  an  amalgamated  flattened  platinum  wire  in  place  of 
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the  metallic  mercury.  In  preparing  the  crystals  for  these  celk  it  was  deemed 
unnecessary  to  follow  the  old  prescription,  inasmuch  as  they  were  made  from  the 
purest  anhydrous  salt  purchased  from  Merck.  However,  a  few  of  the  cells  were 
made  from  crystals  that  had  been  treated  when  in  solution  with  a  small  quantity 
of  HggSO^.,  but  filtered  out  before  re-crystallizing. 

In  the  table  of  comparison  now  given  the  inverted  cells  are  expressed  as  difference 
from  the  mean  of  the  five  crystal  cells  X^,  X^,  Xg,  Xjq,  and  .Xn-  The  temperature 
changes  between  15°  and  0°,  and  15°  and  30°  are  also  given,  as  determined  by  the 
different  students  who  made  the  cells. 

Table  II. — Comparison  of  Inverted  Cells  to  Mean  "  Crystal "  (1897-98). 


Cell. 

Difference  from  mean 
crystal  in  mrolte. 

E.M.F.  changes  between 

15-     0°. 

15°— 30°. 

XRii 

XRi2 

XRi3 

XRi6 

XRi7 

XRi8 

XRi9 

+  016 
+  0-17 
+  0-20 
+  0-19 
+  010 
+  0-20 
+  0-24 

+  16-67 
16-67 
16-69 
16-66 
16-67 
16-69 
16-60 

-19-45 
19-46 
19-58 
19-60 
19-61 
19-65 
19-51 

Means     .    .    . 

0  166 

16-67 

19-64 

These  tests  are  suflScient  to  show  that  the  inverted  cell  gives  a  value  somewhat 
in  excess  of  the  older  crystal  cells.  The  temperature  change  between  15°  and  0° 
is  also  somewhat  larger  than  the  value  given  by  the  crystal  cells,  which  was 
+  16 '62  mvolts.  The  reason  for  this  may  possibly  be,  as  I  have  already  pointed  out 
in  another  place,  that  the  sensitive  electrode  (negative)  is  at  the  bottom  of  the  cell 
and  deeply  immersed  in  the  bath,  whereas  in  the  crystal  cells  the  negative  electrode 
is  a  zinc  rod  at  the  top  of  the  cell,  and  although  immersed  below  the  level  of  the 
liquid  in  the  temperature  bath,  may  yet  conduct  an  appreciable  amount  of  heat  and 
be  at  a  slightly  different  temperature  to  that  of  the  cell. 

I  have  used  the  term  sensitive  for  the  negative  electrode  because  a  small  difference 
of  temperature  between  it  and  the  other  parts  of  the  cell  influences  the  E.M.F.  very 
considerably.  This  can  be  very  forcibly  shown  in  the  case  of  an  inverted  cell  by 
removing  it  from  the  15°  bath  and  standing  it  on  a  cold  surface.  This  produces 
a  larger  change  (increase)  in  the  E.M.F.  than  if  the  complete  cell  were  immersed  at 
the  cooler  temperature  ;  and  in  a  similar  way  for  a  higher  temperature,  the  negative 
electrode  being  warmer  than  the  other  parts  of  the  cell,  the  E.M.F.  decreases  more 
than  it  would  were  all  the  cell  at  the  same  temperature.     Hence,  in  the  crystal  cell, 
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when  immersed  at  a  temperature  above  or  below  15°,  the  possibility  of  the  zinc  rod 
being  at  a  slightly  different  temperature  to  that  of  the  cell  is  thinkable,  and  would 
act  in  such  a  way  as  to  make  the  positive  change  between  15°  and  0°,  as  well  as  the 
negative  change  between  15°  and  30°,  appear  smaller  than  the  true  values. 

Later  on  in  the  year,  on  September  10,  a  comparison  was  made  of  the  old  crystal 
cells  with  two  of  the  original  sealed  cells,  made  in  1896,  and  at  that  time  still  in  the 
possession  of  the  laboratory,  as  well  as  three  new  sealed  cells.  This  comparison  is 
given  in  Table  III.  and  gives  the  differences  in  millivolts  between  each  sealed  cell  and 
the  mean  of  the  old  crystal  cells,  the  comparisons  of  which  were  given  in  Table  I. 

Table  III— Comparison  of  Sealed  Cells  with  Old  "  Crystal "  Cells. 


CeU. 

Difference  from  mean  of  old  cells. 

Si 

Ss 

Sii 

«Sn 

Sl2 

+0-18  my.  " 
+  0-34    „ 
+  0-20    „ 
+  0-23    „ 
+  0-21    „    . 

Mean 
'  +0-23  mv. 

The  agreement  of  the  new  sealed  cells  with  the  old  sealed  cells  is  good,  but  both 
show  that  the  mean  of  the  old  crystal  cells  is  too  low.  This  makes  the  mean  of  the 
sealed  ceUs,  on  comparing  Tables  II.  and  III.,  agree  with  the  mean  of  the  inverted 
cells  to  '06  mv. 

A  comparison  of  the  six  crystal  cells  X^,  X2,  X3,  Xg,  Xjq,  and  X^j,  with  six  of  the 
newer  crystal  cells  made  by  the  students  in  1899,  was  made  on  March  14,  1900, 
when  the  last  comparison  of  the  old  crystal  cells  given  in  Table  I.  was  obtained*  In 
Table  IV.  this  comparison  of  the  six  new  cells  is  given,  and  the  differences  expressed 
in  millivolts  from  the  mean.  CeU  X^  is  included,  and  differenced  from,  but  not 
included,  in  the  mean. 

Tables  IV.— Comparbon  of  New  "  Crystal "  Cells,  on  March  14,  1900. 


CeU. 


X21  . 

X28  . 

X27  . 

X29  . 

Xsi  . 

Xss  . 

X,  . 


Difference  from  mean. 


-0-24  my. 
+  006 
-0-05 
+  005 
+  011 
+  0-08 
-0-17 


During  the  winter  previous,  when  all  these   new  cells  were   made,  the  tests  on 
the  temperature  changes  between  IS""  and   O"",  and  15"*  and  30°  gave  the  mean 
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values  +  16*60  and  —  19 "4 5  respectively,  which  agree  very  closely  with  the  values 
given  hy  the  old  cells,  but  are  smaller  than  the  values  given  by  the  inverted  cells. 
Xj  in  the  above  table  is  seen  to  be  lower  than  the  mean  of  the  new  crystal  cells 
by  —  '17.  Under  date  March  14,  in  Table  I.,  it  is  seen  to  be  +  '14  mv.  above  the 
mean  of  the  old  crystal.  This  would  make  the  mean  old  crystal  lower  than  mean 
new  crystal  by  '31  mv.  This  excessively  low  value  is  influenced  by  cells  X5  and  Xj 
on  the  mean,  which  have  apparently  gone  down  since  the  earlier  tests.  If  we  reject 
these  two  cells  from  the  mean,  as  being  too  low,  the  mean  value  of  the  four  remaining 
cells  is  increased  by  "10  mv.  and  the  difierence  between  mean  old  crystal  and  new 
crystal  reduced  to  "21  mv.  In  Table  II.  it  was  seen  that  the  inverted  cells  in 
January,  1898,  were  '17  mv.  higher  than  the  mean  old  crystal.  If  we  reject 
cell  Xg  from  the  mean  of  the  old  crystal  cells,  as  being  too  low,  then  the  difference 
between  the  two  sets  of  cells  is  reduced  to  '12  mv.  Also  in  Table  III.  the  mean  of 
the  old  cells  is  seen  to  be  '23  mv.  lower  than  the  mean  of  the  new  and  old  sealed 
cells.     If  we  reject  Xg  as  before  from  the  mean,  the  difference  is  reduced  to  '17  mv. 

If  now  we  can  assume  that  the  mean  inverted  and  mean  sealed  was  the  same  as 
the  mean  new  crystal  (which  unfortunately  could  not  be  verified  by  a  direct 
comparison),  then  we  see  that  the  old  cells  have  lowered  in  value  since  January, 
1898,  by  '06  mv.,  or  4  parts  in  100,000.  Another  indication  that  the  cells  have  all 
lowered  somewhat  in  value  is  afforded  by  a  comparison  as  early  as  1896  with  six 
sealed  cells,  including  S^  and  Sg  of  Table  III.  The  mean  value  of  the  sealed  cells 
was  '08  mv.  higher  than  the  mean  old  crystal  including  cell  Xg,  which  was  more 
nearly  in  agreement  with  the  mean  at  that  time.  {See  Table  VII.,  page  151,  loc.  cit) 
It  is  evident  that  for  some  reason  the  old  crystal  cells,  even  from  the  first,  tire  lower 
than  what  may  be  taken  as  the  true  Clark-cell  value,  if  we  may  assume  that  the 
mean  old  sealed,  mean  new  sealed,  mean  inverted,  and  mean  new  crystal  are  all 
within  a  few  hundredths  of  a  millivolt  of  each  other,  and  of  the  true  Clark-cell 
value. 

In  1896  the  old  crystal  cells  were  lower  than  the  sealed  cells  by  '08  mv. ;  in  1898 
lower  than  the  inverted  cells  by  "12  mv.,  than  the  new  sealed  cells  by  '17  ;  and  in 
1900  lower  than  the  new  crystal  cells  by  '21  mv.  This  indicates  that  the  mean 
value  of  the  old  crystal  cells  is  '14  mv.  lower  than  the  most  probable  value  that  we 
can  assume,  combining  all  our  Clark  cells,  and  this  within  the  limits  of  error  of 
perhaps  '02  mv. 

We  can  now,  from  the  table  of  comparisons,  assign  individual  values  for  the  two 
Clark  cells  which  were  used  throughout  in  the  present  investigation.  These  cells 
were  X^  and  Xjq  of  the  old  crystal  cells.  From  January  to  December,  1898,  Xg  was 
•08  mv.  higher  than  the  mean  of  the  crystal  cells,  and  X^q  was  at  the  same  time 
•15  mv.  higher.  If  we  neglect  cell  Xg  from  the  mean,  as  being  too  low,  then  this 
gives  for  cells  Xg  and  X^q  in  series  the  values  +'03,  +'10,  or  +'13  mv.  above  the 
mean.     But  as  mean  crystal,  neglecting  Xg,  is  '14  mv.  lower  than  what  we  have 
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reason  to  believe  is  the  true  Clark-cell  value,  two  mean  crystal  cells  in  series  would 

be  •28  mv.  lower.      Therefore,  cells  X^  and  Xjq  in  series  are  lower  than  the  true 

value  by  '15  mv.     During  1899,  cell  X^  was  on  an  average  '15  mv.  above  the  mean 

crystal  cells.     Neglecting  Xg  but  not  X^  this  difference  is  reduced  to  'lO.     X^q  was 

also   +'15  or,  neglecting  Xg,   '10.      This  gives  for  X^  +  X^q  the  value  +*20  mv., 

or  different  from  the  true  Clark-cell  value  by  —  '08  mv.     During  the  early  part  of 

1900,  cell  Xi  commenced  to  go  down  more  rapidly,  partially  through  the  introduction 

of  cell  Xg  again  into  the  mean.-    If  we  take  the  comparisons  on  February  5th  and 

March  24th,  we  find  for  X^  the  value  +'16  mv.,  and  for  X^q  +*12  mv.     Neglecting 

Xi  as  well  as  X-  from  the  mean,  the  value  of  Xg  +  Xjq  becomes  +  06  +  '02,  or 

equal   to    +  '08   mv.,   the   difference   from  the    true    Clark-cell   value   being  now 

—  •20  mv.     Summarizing  we  have,  if  e  represents  the  true  E.M.F.  of  the  Clark  cell 

in  volts 

In  1898     Xs  +  Xjo     2Xc--00015l 

In  1899  „  „     —-00008  J^Mean  value  —-00014. 

In  1900  „  „      --00020] 

This  gives  the  mean  error,  if  we  assume  from  1898  to  1900  the  mean  value 
2  X  e  —'00014  as  representing  the  true  E.M.F.  of  the  two  Clark  cells  used  in  these 
measurements,  as  in 

1898,  +  4  X  10-» ;  1899,  -  2  X  10"^ ;  1900,  +  2  X  10"^ ; 

aU  of  which  are  less  than  1  part  in  10,000,  and  outside  the  possible  limits  of  error 
of  the  other  measurements. 

Whenever  the  temperature  of  the  Clark  cell  was  other  than  15'^  C,  the  E.M.F. 
was  calculated,  assuming  a  value  at  15°,  by  the  temperature  formula  obtained 
between  0°  and  30°  for  a  mean  temperature  of  15°  which  has  already  been  given. 
As  a  matter  of  verification  of  this  formula,  which  was  deduced  from  the  old  crystal 
celk,  I  have  summarized  in  Table  V.  the  observations  that  have  been  made  since, 
both  by  myself  and  the  students  under  my  supervision. 

Table  V. 


Tjpe  of  cell. 

Change  in  millivolts  between — 

15°  and  0°. 

15°  and  30°. 

Old  B.O.T.  crystal 

Sealed 

Portable  B.O.T.  crystal 

Inverted 

Portable  B.O.T.  crystal 

Temperature  formula 

Values  obtained  by  Dr.  Kahle  . 

1896 
1896 
1897 
1898 
1899 

+  16-62 
+  16-62 
+  16-60 
+  16-67 
+  16-60 
+  16-60 
+  16-40 

-19-48 
-19-58 
-19-40 
-19-54 
-19-46 
-19-40 
-19-40 
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The  values  obtained  by  Dr.  Kahlet  at  the  Reichsanstalt  are  somewhat  lower. 
They  were  obtained  for  the  H-form  of  cell  with  negative  electrode,  zinc  amalgam. 

The  portable  crystal  cell  in  Table  V.  refers  to  the  case  where  the  metallic  mercury 
for  positive  electrode  is  replaced  by  a  flattened  platinum  wire  amalgamated.  The 
portable  cells  in  Table  VII.,  original  paper,  p.  152,  made  by  the  students  in  1897,  and 
from  which  the  tests  (in  1897)  in  Table  V.  are  taken,  were  compared  with  the  old 
crystal  cells  rather  too  soon  after  setting  up,  to  use  in  determining  the  true  value  of 
the  E.M.F.  of  the  old  cells,  as  we  have  done  for  the  latter  cells  and  the  sealed  cells 
in  1896.  The  mean  value  of  aU  these  cells  is  very  close  to  the  crystal  cells,  but  later 
tests  showed  that  some  of  them  gave  too  low  a  value  at  first. 

Ratio  of  Clark  to  Cadmium  Cells. — In  1897,  to  check  the  value  of  the  Clark  cells 
made  by  us  in  the  laboratory,  several  Weston  cadmium  cells  were  constructed. 
These  were  made  in  the  inverted  form,  and  one  was  made  in  the  H-form  after 
tjrpe  III.  described  by  Jaeger  and  Wachsmuth  (*  Wied.  Ann.,'  vol.  59,  p.  580, 1896) 
in  their  paper  on  the  cadmium  cell.  All  the  cells  had  a  cadmium  amalgam  of  1  to  6 
proportion,  as  recommended  by  Jaeger  and  Wachsmuth,  except  two,  which  were 
made  aft;er  the  B.O.T.  "  crystal "  cell  type  with  cadmium  stick.  These  two  cells, 
however,  as  was  expected,  gave  much  too  high  an  E.M.F.  and  were  only  made  as  a 
matter  of  interest.  I  have  described  these  cells  in  another  place  (*  Joum.  Phys. 
Chem.,'  vol.  4,  1900),  with  comparisons  which  were  obtained  in  1897. 

The  temperature  coeflScient  obtained  for  these  cells  was  a  little  in  excess  of  that 
found  by  Jaeger  and  Wachsmuth  for  their  cells,  but  ig  more  in  agreement  with  the 
value  found  by  Dearlovb  ('Electrician,'  vol.  31,  p.  645,  1893)  and  the  original 
value  given  by  Weston.     The  expression  is  a  linear  one,  and  reads 

E^  =  Ei6  -  -086  («  -  15°), 

and  holds  with  great  accuracy  over  the  range  15°  to  40°  C.  At  15°  a  change  of 
state  occurs  in  the  cadmium  sulphate,  so  that  no  formula  can  be  made  to  hold  below 
that  point. 

I  made  a  determination  of  the  ratio  of  these  cadmium  cells  to  the  old  crystal  cells, 
by  means  of  the  cylinder  potentiometer  and  6000-ohm  galvanometer  which  were  used 
in  the  earlier  comparisons  of  the  Clark  ceU,  given  by  Professor  Callendar  and 
myself  in  our  original  paper  (p.  121).  The  potentiometer  was  repeatedly  calibrated 
by  comparison  with  the  Thomson- Varley  slide  potentiometer,  described  in  another 
place.*  The  corrections  for  uniformity  were  somewhat  large,  but  were  exceed- 
ingly consistent,  and  were  determined  by  myself,  as  well  as  by  a  large  number 
of  the  students  in  the  ordinary  course  of  their  work.  The  cells,  both  cadmium  and 
Clark,  were  immersed  at  a  constant  temperature  near  15°  throughout  the  test. 
Table  VI.  contains  the  result  of  this  test. 

*  Callendar,  '  Phil.  Trans.,'  A,  1902,  p.  63, 
YOL.    CXCIX, — A,  Z 
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Table  VI. — Comparison  of  Clark  and  Cadmium.     March  6,  1897. 


Cell. 

Xi      .... 
Cds    ...    . 
Cd4    .    .    .    . 
Cds    ...    . 
Cda    .     .     .     . 

Potentiometer  reading 
corrected  to  15°. 

Corrected  for 
uniformity. 

68226 
48453 
48460 
48458 
48460 

68290 
48576 
48582 
48580 
48582 

Correctiug  reading  of  X^  to  mean  of  old  crystal  cells  and  reducing  mean  cadmium 
reading  to  20°  by  the  formula, 

E/  =  Ei5  -  -086  {t  -  15°), 

the  ratio  of  Clark  to  cadmium  becomes 

Clark  15°  68294 


cadmium  20°       48558 


=  1-40644. 


The  ratio  obtained  by  Kahle  for  the  cells  in  the  possession  of  the  Reichsanstalt 
was  ('  Wied.  Ann./  vol.  67,  p.  35,  1899), 


Clark  15° 
cadmium  20° 


=  1-40663. 


The  value  of  our  ratio  is  somewhat  lower  than  the  value  given  by  Kahle,  which 
may  be  explained  by  either  assuming  the  cadmium  cells  too  high  or  the  Clark  cells 
too  low.  We  have  seen,  however,  that  the  mean  of  the  old  crystal  cells  is  lower 
than  the  most  probably  true  Clark-cell  value  obtained  by  comparison  with  later  tests 
by  '14  mvt.,  or  1  part  in  10,000. 

Correcting  the  ratio  by  this  amount,  it  becomes  1 '40058,  a  value  nearly  identical 
with  the  value  obtained  by  Kahle. 

The  Absolute  Value  qfe. — The  assignment  of  the  true  value  of  e  to  the  cells  used 
in  the  present  work  is,  at  present,  somewhat  difficult.  Glazebrook  and  Skinner 
found  on  standardizing  the  B.O.T.  form  of  test-tube  cell  by  means  of  the  silver 
voltameter,  and  assuming  the  value  '001118  gram. -sec.  for  the  electro- chemical 
equivalent  of  silver  as  determined  by  Lord  Rayleigh  and  Mrs.  Sedgwick,  that  the 
value  was  1*4342  international  volt  at  15°  C.  More  recently  we  have  the 
measurements  made  by  Dr.  Kahle  at  the  Reichsanstalt  with  the  Helmholtz  Electro- 
dynamometer  {'  Wied.  Ann.,'  vol.  59,  p.  532,  1896,  and  *  Zeit.  fur  Instk.,*  June,  1898), 
which  give  a  result  independent  of  the  value  assigned  to  the  silver  voltameter.  We 
have  also  the  value  obtained  recantly  by  Professors  Carhart  and  Guthe,  at  Ann 
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Arbor,  Michigan  University  ('  Physical  Review/  vol.  9,  p.  288,  1899),  with  a  type  of 
dynamometer  designed  by  themselves.  The  results  of  these  measurements  show  a 
wide  divergence.     The  values  found  are 

Glazebeook  and  Skinnbe    .     .     .     1*4342     volt  at  IS''. 

Kahle 1-43285     „      „     „ 

Carhart  and  GuTHE 14333       „      „     „ 

The  large  discrepancy  in  the  value  of  the  mechanical  equivalent  of  heat  obtained 
by  the  electrical  methods  used  by  Professor  Griffiths  and  Professors  Schuster  and 
Gannon,  as  compared  to  the  value  given  by  the  direct  mechanical  method,  has  so  far 
hinged  on  the  value  to  be  assigned  to  the  Clark  cell.  The  older,  and  for  so  long  a 
time  accepted,  value,  1*4342,  there  is  every  reason  now  to  think  is  too  high.  The 
value  given  by  Dr.  Kahle,  i.e.,  1*43285  volt,  is  at  the  same  time  probably  a  little  too 
low.  The  value  found  by  Carhart  and  Guthe  depends  on  the  mean  of  three 
determinations  differing  in  the  extreme  by  '5  mvt.  These  three  determinations  were 
made  for  two  Clark  cells  in  series,  one  of  which  was  afterwards  compared  to  the 
Reichsanstalt  cells  and  found  to  be  in  good  agreement. 

At  present  there  is  a  grave  uncertainty  in  the  absolute  value  of  this  fundamental 
constant,  which  requires  immediate  attention.  It  has  been  pointed  out  that  the 
value  of  the  mechanical  equivalent  of  heat  found  by  Griffiths  would  be  brought 
into  harmony  with  the  values  found  by  Rowland  by  the  direct  mechanical  method, 
by  assuming  the  Clark  cell  2  mv.  lower  than  the  value  found  by  Glazebrook  and 
Skinner.  The  value  found  by  Schuster  and  Gannov  requires  a  somewhat  smaller 
correction  in  the  same  direction. 

In  the  face  of  these  uncertainties  in  the  value  to  be  assigned  to  6,  I  have  adopted 
the  older  value,  1*4342  international  volt,  as  the  basis  of  my  calculations  of  the 
absolute  value  of  the  mechanical  equivalent,  in  order  to  bring  my  results  into 
comparison  with  those  of  Griffiths  and  of  Schuster  and  Gannon.  On  this  basis 
I  have  had  the  temerity  to  combine  the  mean  value  of  the  mechanical  equivalent 
obtained  by  integrating  the  curve  of  absolute  values  between  0°  and  100°  with  the 
determination  of  the  mean  value  obtained  by  Reynolds  and  Moorby,  and  have 
obtained  by  that  way  an  absolute  measure  of  the  Clark  cell  in  terms  of  the 
mechanical  units,  which  is  probably  as  accurate  a  value  as  has  yet  been  obtained, 
provided  the  values  assumed  for  my  resistance  standards  are  correct. 

The  discrepancy  in  the  two  values  of  the  mean  mechanical  equivalent.,  the  one 
obtained  by  integrating  the  variation  ciu-ve,  and  the  other  obtained  as  a  direct 
determination,  is  "132  per  cent.  As  I  have  used  the  value  e  of  the  Clark  cell  in  my 
measurements  squared,  this  reduces  to  '066  per  cent,  on  1*43420,  and  shows  that 
the  value  assumed  for  my  cells  is  too  high  by  this  amount.  The  true  value  of  the 
Clark  cell  I  have  assmned  for  calculation  is  1*4342,  which  would  give  for  the  two 
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celk  Xg  +  XiQ  in  series,  the  value  2*8684,  pit)vided  they  were  equal  to  the  true 
value.  We  have  seen,  however,  that  these  two  cells  diflfer  from  the  most  probable 
true  value  of  the  Clark  cells  made  in  this  laboratory  by  00014  volt,  which  would 
give  for  the  true  value  of  X^  +  Xjq  2"86826,  or  1  •43413  each.  Reducing  this  value 
by  '006  per  cent.,  we  have,  as  the  value  of.  each  of  my  Clark  cells, 

1-43318  int.  volt, 

and  the  most  probable  true  Clark-ceU  value 

1-43325  int.  volt  at  16°  C. 

which  IS  in  remarkable  agreement  with  the  absolute  measurements  of  Carhart  and 

GuTHE  for  their  Clark  cells. 

From  the  ratio  of  the  Clark  to  cadmium,  the  value  of  the  cadmium  cell  is  found 

to  be 

1-01895  int.  volt  at  20°  C. 

Sec.  36. — Measurement  of  Resistance. 

Next  in  importance  to  the  value  of  e  for  the  Clark  cells,  which  we  assume  for 
the  calculation  of  the  absolute  value  of  the  mechanical  equivalent  of  heat,  is  the 
value  to  be  assigned  to  R  for  the  resistance  used  in  these  experiments. 

At  the  outset  we  were  exceedingly  fortunate  in  having  the  laboratory  equipped 
with  a  large  number  of  1-ohm  resistance  standards  certified  by  the  Electrical 
Standards  Committee  of  the  British  Association,  which  were  obtained  in  1893.  The 
work,  therefore,  of  standardizing  the  resistances  which  were  made  for  the  present 
series  of  experiments  w£ts  reduced  to  a  minimum  by  the  facility  with  which  they 
could  be  compared  to  these  standards  on  a  Nalder  type  of  Carey-Foster  commutator- 
bridge.  This  bridge  was  supplied  with  a  set  of  ratio-coils  and  bridge-wires  which 
could  be  interchanged  at  will,  and  selected  to  be  comparable  in  size  with  the 
resistances  compared.  During  the  first  experiments  which  we  made  on  the  specific 
heat  of  mercury  and  the  early  trial  experiments  with  the  water  calorimeter,  the 
electric  heating  current  was  passed  through  a  1-ohm  manganin  coil  for  standard, 
which  was  immersed  in  paraflfin  oil.  The  difference  of  potential  across  the  terminals 
of  this  specially-constructed  resistance  was  of  the  same  order  as  that  across  the  column 
of  liquid  in  the  fine  flow-tube  in  the  mercury-calorimeter,  and  also  equal  to  that  across 
the  platinum  heating-wire  in  the  first  water-calorimeter.  This  was  arranged  for 
convenience  in  balancing  on  the  potentiometer. 

The  coil  was  made  from  two  manganin  wires,  1  millim.  in  diameter,  connected  in 
parallel  and  wound  on  an  ebonite  firame.  Connections  were  made  to  the  ooU  at  the 
bottom  of  the  frame,  which  was  held  vertical,  by  two  heavy  copper- wires,  ^  inch  in 
diameter,  so  arranged  as  to  have  3  or  4  inches  immersed  in  the  oil-bath  with  the  coil. 


Digitized  by 


Google 


BETWEEN  THE  FREEZING  AND  BOlLING-J>OlNTS.  173 

The  wires  were  bent  into  an  inverted  U  arid  made  to  fit  into  mercury-cups,  either  on 
the  commutator-bridge  or  in  the  main  calorimeter  circuit  from  which  the  potential 
terminals  were  taken  to  the  potentiometer.  For  the  later  experiments  with  the 
water  calorimeter  it  was  found  advisable  to  alter  the  resistance  of  the  heating-wire  to 
•5  ohm,  so  that  another  manganin-resistance  was  made  similar  to  the  first  one  and 
connected  in  parallel  with  it  in  the  calorimeter  circuit.  Our  numerous  comparisons  of 
these  ohms  with  the  certified  standards  were  far  from  satisfactory,  but  the  cause  was 
at  first  sight  not  apparent. 

The  resistance  of  both  the  coils  was  found  to  increase,  after  carrying  currents  of 
from  4  to  8  amperes  in  a  series  of  experiments,  of  the  order  of  2  or  3  parts  in  10,000 
in  two  weeks.  This  was  somewhat  annoying,  and  necessitated  repeated  comparisons 
with  the  standards  and  numerous  corrections.  It  was  also  a  matter  of  doubt  whether 
the  resistance  of  the  coils  remained  the  same  when  the  heavy  currents  were  passing, 
seeing  that  they  produced  such  a  large  permanent  change  in  the  resistance.  We 
finally  commenced  to  suspect  the  real  cause  of  the  trouble  to  be  at  the  point  where 
the  manganin-wire  was  soldered  on  to  the  heavy  copper- wire.  In  the  face  of  this 
uncertainty  it  was  decided  to  abandon  these  resistances  altogether  for  others  made  of 
platinum-silver  wire  according  to  a  different  design.  Both  these  new  1-ohm  resistances 
have  proved  to  be  so  reliable  and  constant  since  they  were  made,  in  May,  1898,  that 
it  is  proposed  to  give  a  short  description  of  them  here.  They  were  both  made  on  an 
exactly  similar  design. 

The  frame-work  consisted  of  two  heavy  plates  of  mica,  4"  X  2^'\  placed  side  by 
side,  and  separated  about  f  of  an  inch  by  ebonite  strips  at  each  narrow  end.  Both 
ebonite  strips  were  split  from  end  to  end,  parallel  to  the 
mica  plates  and  half-way  between  them.  The  strips 
were  fastened  to  the  mica  plates  by  ebonite  washers  and 
small  screws,  shown  in  fig.  4,  which  gives  a  general 
view  of  a  resistance.  The  plates  were  arranged  so  that 
they  could  be  separated  or  put  together  quickly  by 
removing  two  screws  at  either  end,  clamping  the  ebonite 
strips  together.  Two  ^-inch  copper- wires  were  passed 
through  holes  bored  for  them  through  the  splits  in  the 
ebonite  strips  at  each  end,  in  such  a  way  that  •  they 
were  clamped  in  place  by  the  ebonite.  These  heavy 
wires,  when  in  place,  connected  the  space  between  the 
mica  plates  with  the  outside  of  the  frame-work.  At 
each  end  the  two  wires  were  bent  at  right  angles  so  as 
nearly  to  meet,  and  were  inserted  and  soldered  into 
holes  made  for  them  on  the  opposite  faces  of  a  small 

copper  block.  Heavy  copper-wires  (^inch)  were  soldered  into  holes  in  these  copper 
blocks  and  bent  into  an  inverted  U  for  connecting  to  the  commutator-bridge. 
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Each  of  the  two  mica  plates  was  serrated  on  the  two  long  edges  and  two  bare 
platinum-silver  wires,  '4  millim.  in  diameter,  wound  on  side  by  side.  After  winding, 
the  ends  of  the  platinum-silver  wire  were  ftised  to  copper-wires  of  the  same  size  in  a 
blow-pipe  flame.  The  wires  on  the  frames  were  then  annealed  at  a  low  red  heat  by- 
passing a  heavy  electric  current  through  them.  After  the  two  mica  plates  were 
clamped  together  so  as  to  include  the  heavy  copper- wires  at  both  ends,  the  copper- 
wires  that  were  fused  to  the  platinum-silver  wires  were  soldered  to  the  end  faces  of 
the  copper-wires  protruding  into  the  space  between  the  mica  plates.  There  being  in 
all  eight  ends  to  be  soldered  and  four  heavy  copper- wires  to  solder  into,  each  large 
copper-wire  was  connected  to  two  of  the  small  copper- wires  fused  to  the  platinum- 
silver  wire.    Each  1-ohm  consisted  thus  of  four  bare  platinum-silver  wires,  16  millims. 


Fig.  5. 

in  diameter,  in  parallel;  direct  solder  joins  of  platinum-silver  with  copper  were 
avoided,  and  the  mica  plates  were  arranged  so  as  to  give  the  best  possible  circulation 
when  immersed  in  an  oil-bath. 

The  paraffin  oil-bath  was  made  from  a  square  ebonite  box,  and  included,  besides  the 
two  1-ohm  coils,  a  stirrer  and  coil  of  metal  tube  for  a  water  circulation,  fig.  5.  The 
coils  always  remained  fastened  in  the  bath,  and  when  it  was  necessary  the  bath, 
including  the  ohms,  could  be  removed  from  the  position  assigned  for  it  in  the  experi- 
ment where  the  ends  of  the  two  inverted  U-shaped  connections  from  the  coils  were 
immersed  in  mercury-cups  in  two  heavy  copper  forgings  in  the  calorimeter  circuit. 
When  a  comparison  was  made  on  the  commutator-bridge,  the  bath  was  conveyed  to 
the  place  where  the  bridge  was  always  kept.  During  a  comparison,  the  stiiTer  was 
run  by  a  small  electric  motor  and  the  temperature  of  the  oil  taken  by  a  thermometer 
immersed  in  the  bath.     For  the  determination  of  the  temperature  coefficient  of  the 
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coils,  water  at  different  temperatures  was  run  through  the  circulating  tube  so  as  to 
change  the  temperature  of  the  oil. 

Up  to  the  time  of  writing,  I  have  been  unable  to  compare  these  ohms  directly  with 
official  standards.  It  will,  therefore,  be  necessary  for  me  to  describe  a  series  of 
comparisons  of  these  ohms  with  eleven  certified  ohms  in  the  possession  of  this 
laboratory,  together  with  a  standard  1-ohm  coil  from  the  German  Reichsanstalt,  sent 
us  for  comparison  by  the  Physical  Department  of  the  Massachusetts  Institute  of 
Technology.  By  means  of  these  comparisons,  we  may  possibly  arrive  at  a  result  for 
the  value  of  R  somewhere  near  the  truth. 

Throughout  the  present  work  I  have  used  only  one  of  the  certified  standards 
(No.  4086)  to  check  the  constancy  of  the  two  platinum-silver  ohms,  as  it  was  of  a 
better  and  more  convenient  form  to  use  on  the  bridge  than  the  others  and  had  a 
much  smaller  temperature  coefficient. 

Before  describing  the  tests  I  will  briefly  review  the  method  of  comparing  the  ohms 
and  the  method  of  finding  the  value  of  the  bridge- wire  used  on  the  Carey-Foster 
bridge  throughout  these  tests.  The  1-ohm  pair  of  coils  supplied  by  the  makers  of 
the  bridge  were  used  for  the  ratio  coils,  and  a  bridge-wire  having  a  resistance  of 
about  '002  ohm  per  centim.  was  used.  The  bridge-wire  was  just  10  centims.  long, 
with  a  scale  graduated  into  half  centimetres  and  millimetres.  A  lens  was  also 
supplied  for  reading  the  position  of  the  balance  point.  The  galvanometer  for 
obtaining  the  balance  point  was  a  very  sensitive  9-ohm  Thomson  reflecting  galvano- 
meter, which  was  used  for  the  thermometer  work.  It  had  a  telescope  and  scale,  and 
was  sensitive  to  50  scale-divisions  for  1  miUim.  of  bridge  scale,  which,  of  course,  was 
far  more  sensitive  than  was  required,  or  even  quite  convenient  to  work  with.  The 
current  supplied  to  the  coils  was  from  one  accumulator  through  20  ohms  external 
circuit.  By  simply  lifting  the  commutator  from  the  mercury  cups  on  the  bridge  and 
revolving  it  through  half  a  revolution,  the  connections  could  be  made  so  as  to  reverse 
the  position  of  the  two  resistances  relative  to  the  ratio  coils.  If  P  and  Q  are  the 
ratio  coils,  R  and  S  the  resistances  to  be  compared,  then,  when  the  current  is  reversed 
in  R  and  S,  but  not  in  P  and  Q,  we  have,  R/S  —  S/R  =  p{di  —  d^),  independent  of 
P  and  Q. 

Here  di  and  d^  are  the  readings  of  the  balance  points  on  the  bridge-wire,  and  p  a 
constant  to  reduce  to  ohms. 

Let  R/S  =  (1  -|-  r),  where  r  is  a  small  quantity ;  then  S/R  =  (1  —  r)  and 

R/S  -  S/R  =  2r  =  p  (di  -  cZjj). 

To  find  p,  S  may  be  changed  to  S^  by  shunting  with  a  known  large  resistance,  say 
100  ohms. 

We  have  then,  if  R/S^  =  1  +  r  +  dr,  Sj/R  =  1  —  r  —  dr,  and  reversing  the 
cmrent  as  before, 
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R/Si  -  Si/R  =  2  (r  +  dr)  =  p  (f^g  -  d^), 


from  which 


therefore 


P  = 


2dr 


the  value  of  dr  being  ( S 


dr  (rf,  —  da) 

"'-(dT-'d.y^d^-dy 

S      100\ 
S  +  100/ 

This  gives  for  R  the  value  S  (1  +  r),  where  S  is  the  known  standard.  The  value 
of  p  was  obtained  a  number  of  times,  both  by  myself  and  a  number  of  the  students. 
The  values  obtained  since  1897  are  in  ohms— •001022,  -001015,  '001019,  -001011, 
-001028,  -001028. 

This  gives  a  mean  value  of  -001020  ohm  per  division  for  bridge-wire  C. 

The  following  is  a  list  of  the  standard  1-ohm  coils  used  in  the  comparisons.  Each 
coil  had  a  certificate  signed  by  the  secretary  of  the  Electrical  Standards  Committee, 
and  dated  either  in  1892  or  1893. 


List  of  Certified  Standards. 
Platinum-silver  Wire  Coils  (embedded  in  Para£Bn  Wax). 

o 

No.  3565  certificate,  -99957  true  ohm  at  16-4. 

16-5. 
16-4. 
16-5. 
16-5. 
167. 
16-5. 
16-7. 
16-3. 
16-3. 


8566 

•99960 

3567 

•99949 

3568 

•99961 

8569     .     , 

-99964 

8402 

•99971 

8408 

•99967 

8404 

•99970 

3405 

-99960 

3406 

-99960 

Manganin  Wire  Coil  (in  Oil-bath). 

o 

No.  4086  certificate,  '99978  true  ohm  at  15-9. 

Keichsanstalt  Standard. 
No,  1214  marked  1  true  ohm  at  20°  C, 


Digitized  by 


Google 


BETWEEN  THE  FREEZING  AND  BOILING-POINTS.  177 

From  3565  to  3406  each  ohm  was  of  the  older  form,  with  the  wire  embedded  in 
paraflfin  wax  and  made  to  insert  in  a  water-bath,  with  long  heavy  wire  connectors  for 
the  terminals  of  the  Carey-Foster  bridge.  No.  4086  was  the  best  form  to  use  with 
the  bridge,  as  the  method  of  having  the  other  coils  always  in  paraflBn  wax  is  bad,  and 
it  is  never  possible  to  know  exactly  the  true  temperature  of  the  coils.  The  German 
standard  was  evidently  made  of  manganin  wire  on  account  of  its  very  small 
temperature  coefficient.  Unfortunately  coil  4086,  to  which  all  of  my  results  were 
referred  ('  B.A.  Report,'  1899),  seems  to  be  different  to  the  others  by  as  much  as 
6  parts  in  10,000.  It  is  difficult  to  see  how  it  could  have  been  injured  in  any  way 
since  it  came  into  the  possession  of  this  laboratory,  and,  as  will  be  seen  presently,  the 
comparisons  of  this  ohm  with  both  of  the  specially  constructed  platinum-silver  ohms 
does  not  indicate  any  possible  change  since  May,  1898.  The  cause  that  has  been  at 
work  to  alter  its  resistance  has  left  it  entirely  unaffected  during  the  last  two  years. 

Two  tables  of  comparisons  are  now  given  of  all  the  1-ohm  coils.  The  first  set  in 
Table  VII.  was  taken  by  myself  and  expresses  all  the  ohms,  except  3566  and  1214, 
in  terms  of  4086.  For  the  second  set  in  Table  VIII.  I  am  indebted  to  Mr.  Fraser, 
For  reducing  the  values  of  the  ohms  to  one  temperature,  temperature  coefficients 
were  used  which  were  obtained  either  by  myself  or  Mr.  Fraser  in  duplicate  by 
special  experiment,  and  verified  repeatedly  by  the  students.  All  the  platinum-silver 
standard  ohms  were  found  to  have  the  coefficient  +  '000254  f. 

The  manganin  ohms  4086  and  1214  were  found  to  have  the  coefficients  +  '000018 
and  +  •00IJ022  respectively. 

The  different  columns  of  Table  VII.  are  arranged  so  that  the  first  gives  the 
number  of  the  ohm,  the  second  the  certified  resistance  at  temperature  given  in  the 
third  column,  and  the  fourth  column  gives  the  length  of  bridge-wire  multiplied 
by  001020  to  reduce  to  ohms,  which  represents  the  difference  in  resistance  between 
each  ohm  and  No.  4086.  In  the  fifth  column  is  given  the  temperature  of  the 
different  ohms  during  the  comparison,  and  in  the  sixth  the  temperature  of  4086. 
The  seventh  column  contains  the  value  of  4086  at  the  temperature  of  comparison 
found  from  the  certified  value  by  the  temperature  coefficient.  As  all  the  platinum- 
silver  standard  ohms  were  larger  than  4086,  the  eighth  column  is  obtained  by  adding 
columns  4  and  7.  This  gives  the  resistance  of  each  ohm  in  terms  of  4086.  In  the 
last  column,  for  comparison,  I  give  the  value  of  each  ohm  in  terms  of  its  own 
certificate,  and  corrected  to  the  temperature  of  comparison  in  column  5  by  the 
temperature  coefficient.  The  values  in  the  eighth  column  in  terms  of  4086  are  all 
systematically  smaller  than  the  values  in  the  ninth  column,  whereas  they  should  be 
equal.  The  observations  differ  amongst  themselves  somewhat,  but  they  are  as  good 
as  can  be  expected  fi'om  the  difficulty  of  knowing  the  true  temperature  of  the  coils 
embedded  in  the  wax. 

In  all  these  tests  the  standard  ohms  were  left  for  several  hours  near  the  place 
of  test,  so  that  they  could  assume,  as  nearly  as  possible,  the  temperature  of  the  air. 
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Difference 

involving 

error. 

H^iooO'^i^ooeoooi-* 

Certified  resist- 
ance corrected 
by  temperature 
coefficient. 

1-00089 
1-00091 
1-00085 
1-00099 
1-00103 
1- 00096 
1-00098 
1-00095 
1-00097 

Resistance 
of  standards  in 
terms  of  4086. 

I— ii— ii— ii— ii— ii— ii— ii-Hi— J 

Resistance 

of  4086 

by  certificate. 

oooooooooo 

000000000000000000 
O^  O)  O)  O^  O^  O)  O^  Od  o^ 
O)  O)  O)  O  O^  O)  O)  O)  O) 
O)  O^  O)  O)  O^  O)  O)  O)  O) 

Temperature 

of  4086 
during  test. 

cooo^«oooooooo^«oo 

Temperature 
of  standards 
during  test. 

r-HCqi-Hi-Hi— Jl-Hi-Hi-Hi-H 

Difference 

in  ohm 
from  4086. 

t^COOOiO'^-HiOOOCO 

+++++++++ 

Temperature 

when 
certificate  is 

correct. 

-*^>oio»o»ot>coco 

COCOCOCOCOCOCOC&CD 

Resistance 
certificate. 

t*OrH-^^i-4t*000 

oooooooooo 
oooooooooo 
oooooooooo 

Number 

of 
standard. 

lOt^ooocMeo^ioo 

«0^«05000000 
CO  00  CO  CO  CO  CO  CO  CO  CO 

PQ 


Difference 

involving 

error. 

OOCOOi-l»aF-HF-HOOiCO 

1— iOi-hOi-hOi— ii— lOiOO 

1    1    1    1    1  +  1    1    1  +  + 

Certified  resist- 
ance corrected 
to  temperature 
of  test. 

^-t*«ooot^oooooooo^:*ao 

OOOOQOOOOOOOOOOOOOOO 

oo  oo  oo  oo  oo  oo  oo  oo  oo  oo  oo 
ooooooooooooo 

Resistance 
of  standards  in 
terms  of  3569. 

Q0Q0<M'^«Of-hCOCOiO»Oi— • 
COCOOt^«OOt>t^t>COO 

00  00  00  00  00  00  00  00  00  ^5  oo 
ooooooooooo 
ooooooooooo 

1—i             1 

Resistance 

of  3569 

by  certificate. 

COOOOOCOlCSCOCOCOOOCO 
OOt^t-OOt^OOOOOOOOOO 
0000000000000000000000 

ooooooooooo 
ooooooooooo 

Temperature 

of  3569 
during  test. 

COi-Hi-lCOOCOCOCOC<lCOt* 

eococococococococococo 

Temperature 
of  standards 
during  test. 

eOi-lr-JCOOCOCOCO(MOOi-H 

1— ll— IfHl-Hl-Hl— Ir-lf-Hi-Hi— li— 1 

1 

Difference 

in  ohm 
from  3569. 

I 

»0  O  CO  O  O  00  O  O  »C  lO  00         1 

1— lr-JC^000r-«r-«0'^O 

1   1   1   1   1  +  1   1   1  +  + 

2      .2 

Igii 

i  1 

^»o^»oi>-»ot*cocoo 

COCDCOCOCOCDCOCOCOOO 
,-HrHrHrHr-J.-lr-lr-lr-lr-<<M 

t^OOi-Hr-lt*OOO00 

ooooooooooo 
ooooooooooo 

OOOOOOC70OOOO 

f-H 

Number 

of 
standard. 

lOco^-oo(^lco-^»o«ocO"^ 

«O^^COOOOOOQOr-« 
iOiOXOiO-*-*^^'«^OC>^ 
CO  CO  CO  CO  CO  CO  CO  CO  CO  tJ<  r-^ 
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A  thermometer  placed  in  the  hole  extending  through  the  middle  of  the  embedded 
coil  was  taken  as  the  temperature  of  the  coil.  As  No.  4086  was  arranged  with 
a  stirrer,  a  thermometer  could  be  placed  in  the  oil  in  contact  with  the  coil,  and  the 
true  temperature  obtained.  The  current  used  on  the  bridge  was  not  sufficient  to 
cause  perceptible  heating. 

Table  VIII.  contains  the  comparisons  of  the  ohms,  at  an  entirely  different  tempera- 
ture. These  tests  were  made  in  the  basement  of  the  building,  where  the  temperature 
was  considerably  lower  than  where  the  tests  in  Table  VII.  were  made.  In  this  case 
also  the  coils  remained  at  least  a  day  or  two  at  the  temperature  of  test,  and  did  not 
vary  to  any  extent  from  that.  The  table  is  arranged  as  in  Table  Vll,,  only  the  com- 
parisons were  made  in  terms  of  No.  3569.  This  shows  a  very  good  agreement  of  aU 
the  platinum-silver  standard  ohms,  including  the  Reichsanstalt  ohm,  1214,  but  shows 
that  by  assuming  the  corrections  of  3569,  the  value  of  4086  is  very  much  above  that 
given  in  its  certificate.  This  difference  indicates  an  error  of  '00059  ohm  assuming 
3569  as  correct,  or  '00065  referred  to  the  mean  of  all  the  ohms.  In  Table  VIL 
we  saw  that  the  platinum-silver  ohms  were  all  lower  than  their  certified  values 
when  calculated  assuming  4086  to  be  correct,  the  mean  difference  being  '00052. 
These  differences  are  both  in  the  same  direction  as  regards  the  relationship  of  4086 
to  the  other  ohms.  The  difference  of  1  in  10,000,  obtained  by  Mr.  Fraser  and 
myself  between  the  two  values,  i.e.,  '00065  and  '00052,  must  be  ascribed  to  the  wide 
difference  in  temperature  of  our  respective  tests,  as  well  as  to  the  uncertainty  ot 
knowing  accurately  the  true  temperature  of  the  paraffin-embedded  coils. 

We  are  forced  now  either  to  accept  the  certificate  of  4086,  and  reject  all  the  other 
11  ohms  as  being  in  error,  including  the  Reichsanstalt  Standard,  or  to  reject  the 
certificate  of  4086,  and  accept  the  certificates  of  all  the  others.  The  alternative  of 
giving  4086  equal  weight  in  the  mean  seems  to  be  hardly  justifiable  considering  the 
mass  of  evidence  against  it. 

I  have  decided  to  reject  the  certificate  of  4086,  and  I  have  accordingly  corrected 
it  in  the  following  way  :  in  terms  of  the  platinum-silver  standard  ohms,  4086  is 
equal  to  its  certified  value  +'00052  by  the  comparison  made  at  22°  C.  By  the 
comparison  made  at  13°  C.  it  becomes  equal  to  its  certificate  +'00065.  By 
comparing  directly  with  1214,  the  value  of  4086  becomes  equal  to  its  certificate 
+  '00056  in  one  test,  and  +'00061  in  another  test,  or  equal  to  +'000585  in  the 
mean.  This  agrees  very  closely  with  the  mean  value  of  the  two  separate  determina- 
tions with  the  other  ohms,  which  comes  out  +'000585.  We  may,  I  think,  then 
safely  assume  that  the  value  of  4086  is  equal  to  its  certified  value  +'00058,  which 
comes  out  '99978  +  '00058  at  15°'9,  or  1'00036  +  '000018  (20°  —  15°'9),  or  equal  to 
1-00043  true  ohms  at  20°  C. 

A  summary  of  the  various  comparisons  made  of  the  two  new  platinum-silver  ohms 
is  given  in  Table  IX.  in  terms  of  4086,  assuming  for  convenience  that  it  is  exactly 
1  ohm  at  20°  C.     The  resistance  of  each  ohm  is  reduced  to  20°  C.  in  column  4  of  each 
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set  by  means  of  the  temperature  coeflScient  found  from  the  tests  given  in  Table  X. 
Most  of  the  comparisons  up  to  September  10,  1898,  were  made  by  Mr.  Sheffield, 
and  from  that  date  on,  by  myself.  The  maximum  variation  from  the  mean  is 
5  X  10"^  ohm,  and  is  within  the  limits  of  error  for  a  series  of  comparisons 
such  as  these.  As  a  rule  the  agreement  is  very  much  closer  than  this.  Taking 
the  value  of  4086  as  equal  to  1*00045  true  ohms  at  20°  C.  in  place  of  the  value 
assumed  for  calculation  in  the  table,  we  find  Coil  1,  1-00132  +  "00043  =  100175 
true  ohms  at  20°  C,  and  Coil  2,  1 '00043  ohms.  At  any  other  temperature  the 
coeflficients +'000250  for  Coil  1,  and  '000246  for  Coil  2,  are  used,  which  were 
obtained  from  the  experiments  detailed  in  Table  X. 

The  value  of  the  two  1-ohms  in  parallel  is  very  easily  determined  on  a  small  slide- 
rule,  by  assuming  the  ohms  equal  to  (1  +  d{)  and  (1  +  cZ^)  respectively,  where  d^ 
and  d^  are  equal  to  the  small  differences  from  unity,  then 

(1  +  d,)  (1  4  d,)    _  ..    .     h  (di  +  d,) 
'    (l  +  rf;)  +  (l  +  r/,)         ^'^2  +  d,  +  d^' 

neglecting  products  and  powers  of  cZj  and  d.^ 
At  20°  C.  the  value  of  the  fraction  is 

,,         ^    ,    -00109         .^^,,,    1 
K  =  -5  +  --^^  =  -500544  ohm. 

At  10°  a,  when  No.  1  is  equal  to  (1  -  -00077),  and  No.  2  (1  —  '00205), 

I^  =  '5  -  ^^^  =  -499294  ohm. 
1*99/ 18 

We  may  accept  then  for  calculation  the  most  probable  value  of  the  two  platinum- 
silver  ohms  in  parallel  to  be 

•500544  true  ohm  at  20°  C,     '499294  true  ohm  at  10°  C, 

where  one  true  ohm  =  1 '01358  B.A.,  unit,  as  given  in  all  the  certificates   of  the 
standard  ohms. 

Current  Heating. — It  is  a  matter  of  importance  to  determine  the  true  resistance 
of  the  two  coils  when  the  maximum  current  used  in  these  experiments  was  passed 
through.  For  the  largest  flows  of  water,  when  the  largest  heating  current  was 
required,  this  amounted  to  8  amperes.  This  current  was  divided  between  eight 
'4-millim.  platinum-silver  wires  immersed  bare  for  their  entire  length,  about  1  metre, 
in  oil,  which  was  vigorously  stirred.  Each  wire  was  required  to  carry  then  only 
1  ampere,  or  develop  only  4  watt-seconds  heat  energy.  It  was  impossible  to  imagine 
that  the  temperature  of  the  wire  could  have  been  sufficiently  different  to  that  of  the 
oil  to  appreciably  affect  the  resistance.     A  difference  of  '1°  between  the  wire  and  oil 
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Table  TX. — Comparison  of  Platinum-Silver  ohms,  with  4086  taken  as 

1  ohm  at  20°  C. 


Date  of 
comparison. 

Coill. 

Ck)il2. 

Tempera- 
ture of 
comparison. 

Besistance 
at  tempera- 
ture of 
comparison. 

Besistance 

corrected  to 

20°  C. 

Tempera- 

tm-e  of 

comparison. 

!   Besistance 
at  tempera- 

1      ture  of 
comparison. 

Besistance 

corrected  to 

20*  C. 

1898. 

, 

0 

May  26th  .     .     . 

19-2 

100113 

1  00133 

19-4 

-99983 

•99999] 

CR 

„     28th  .     .     . 

20-9 

1  00158 

1  00136 

20-9 

1-00017 

•99995 

„     31st  .     .     . 

20-8 

1 -00146 

1-00127 

20-9 

1-00021 

•99999 

June  11th  ,     .     . 

16-9 

1-00053 

1-00131 

18-1 

•99956 

1  00002 

,-^1 

„      25th.     .     . 

20-8 

1-00147 

1-00128 

20-9 

1  00023 

1  00001  J 

^ 

September  10th  . 

191 

1-00112 

1-00133 

19-2 

1       -99981 

100000" 

\ 

1899. 

1 

i 

February  22nd    . 

15-6 

1- 00022 

1-00132 

15-9 

-99900 

1  OOOOO 

May  8th    .     .     . 

17-5 

1-00071 

1  00133 

17-6 

!       -99939 

•99998 

p^ 

August  9th     .     . 

19-4 

1-00118 

1-00133 

19-5 

•99988 

1-00000 

'i 

September  21st   . 

17-0 

1-00059 

1-00134 

17-0 

-99930 

1-00003 

October  4th    .     . 

15-2 

1-00016 

1-00135 

15-3 

■99889 

1-00004 

1 

1900 

t 

o 

May  26th  .     .     . 
Means  ...» 

16-9 

18-27 

1-00056 

1  00133 
1  00132 

16-8 

1       -99926 

1-00005] 

— 

18-46 

1 

1 
1-00001 

Table  X. — Temperature  CoeflSclent  of  Platinum-Silver  ohms. 


Coill. 

Coil  2. 

Temperature 

of  Pt^Ag 

coil. 

Difference  from 

4086  at  20°  in 

ohms. 

Calculated 
from  curve. 

Temperature 

of  Pt-Ag 

coil. 

Diflference  from 

4086  at  20°  in 

ohms. 

Calculated  from 
curve. 

21-1 

14-0 

6-5 

20  0 

19-9 

12-8 

8-7 

5-3 

+  •001590 

-  -000242 
-•002027 

+  '001337 
+ -001245 

-  -000458 

-  -001346 

-  -002417 

+  •001590 
-•000200 

-  -002055 

+  •001310 
+  •001290 

-  -000495 

-  -001520 

-  -002370 

21-0 

13-0 

6-9 

20-3 
19-3 
14-5 
11-4 
5-9 

+ -000258 

-  001741 

-  -003170 

+ -000070 

-  -000190 

-  -001345 

-  -002130 

-  -003497 

+ -000250" 

-  -001750 

-  -003220 

+  000070" 

-  000190 

-  -001375 

-  002130 

-  -003490 

M 
11 
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would  have  produced  an  error  less  thau  00002  ohm,  or  less  than  2  parts  in  50,000, 
whereas  it  is  probable  the  actual  diflference  in  temperature  did  not  make  an  error 
one-tenth  of  this  amount. 


Sec.  3c. — Measurement  of  Temperature. 

By  far  the  most  important  factor  that  determines  the  character  of  the  curve  for 
the  variation  of  the  specific  heat  of  water  with  temperature  is  the  particular 
thermometric  scale  to  which  the  results  are  referred.  This  was  most  forcibly  brought 
out  by  Rowland  in  his  memoir,  and  it  was  pointed  out  by  him  that  without  the 
greatest  care  in  reducing  his  mercurial  thermometers  to  the  air  scale,  the  value  of  the 
specific  heat  of  water  would  have  apparently  remained  constant  in  terms  of  the 
mercurial  scale  over  the  range  of  his  experiments.  The  discovery  of  the  rapid 
decrease  in  specific  heat  with  increase  of  temperature  from  0°  to  30°  C.  was  only 
made  through  this  carefiil  reduction. 

In  the  present  series  of  experiments  there  were  no  thermometric  diflficulties  such 
as  are  to  be  met  with  in  the  use  of  a  mercurial  standard  owing  to  the  use  of  platinum 
thermometers.  In  working  to  the  10,000th  part  of  a  degree  Centigrade,  such 
corrections  as  a  change  of  zero,  pressure  on  the  bulb,  capillary  and  stem  corrections, 
are  so  large  in  the  case  of  the  mercurial  standard,  that  for  large  intervals  of 
temperature  the  readings  are  far  from  reliable.  With  the  platinum  thermometer  we 
still  have  to  deal  with  the  question  of  a  change  of  zero  and  a  stem  correction,  but 
these  are  so  small  that  with  sufficient  care  they  may  be  eliminated  altogether. 

In  speaking  of  these  possible  sources  of  error  in  connection  with  the  measurement 
of  temperature  with  the  platinum  thermometer,  I  am  referring  to  a  limit  of  accuracy 
seldom  required  in  most  determinations.  The  first  source  of  error  is  already  well 
known,  and  has  often  been  subject  of  controversy  over  the  reliability  of  the  platinum 
thermometer,  though  chiefly,  I  am  convinced,  by  those  who  are  either  prejudiced  or 
who  require  more  experience  in  this  class  of  work.  I  have  met  with  no  difficidties  of 
this  nature  that  could  not  be  attributed  to  my  own  carelessness,  or  could  not  be 
easily  avoided  with  sufficient  patience  and  care.  In  regard  to  the  second  source  of 
error,  I  have  never  seen  it  referred  to  before  in  connection  with  this  subject,  and  will 
therefore  speak  about  it  somewhat  further  on.  We  should,  strictly  speaking,  include 
with  the  electrical  measurements  the  subject  of  platinum  thermometry.  We  shall, 
however,  include  it  with  the  thermal  constants  and  treat  it  entirely  from  that  point 
of  view. 

The  measurement  of  temperature  by  the  change  in  resistance  of  a  platinum  wire 
has  been  carefiilly  studied  by  Professor  Callendar,  and  his  work  is  already  too  well 
known  to  make  it  necessary  for  me  to  dwell  on  the  ftmdamental  part  of  it.  His 
introduction  of  the  idea  of  a  platinum  temperature  which  depends  on  the  term, 
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^'  =  i^  X  '»». 

where  Rq,  Riqo  and  R/  are  the  measures  of  the  resistance  of  any  one  particular  sample 
of  platinum  wire  at  0°,  100°,  or  at  a  temperature  t^  has  been  now  almost  universally- 
accepted. 

The  reduction  of  the  platinum  temperature  to  the  air-scale  was  obtained  from  a 
series  of  comparisons  with  the  nitrogen  air  thermometer  at  three  fixed  points  0°,  100" 
and  444°,  which  led  to  the  well-known  parabolic  formula, 


^-p^  =  ^{m-ik)' 


where  t  is  the  air  temperature,  and  8  a  constant  depending  on  the  purity  of  the 
platinum  wire,  the  same  for  any  particular  purity  of  wire. 

In  selecting  the  wire  for  use  in  the  present  measurements,  I  was  exceedingly 
fortunate  in  possessing  a  sample  of  the  original  wire  standardized  by  Professor 
Callendar  and  Mr.  Griffiths,  who  found  its  8  equal  to  I'oO. 

The  chief  difRcidty  in  selecting  a  form  of  thermometer  for  use  in  the  calorimeter  lay 
in  choosing  a  size  of  bulb  which  would  give  a  suflBciently  large  change  in  resistance  for 
the  rise  of  temperature  produced  in  the  water.  On  a  rise  of  temperature  of  10^,  it 
was  necessary  to  be  sure  of  the  measurement  to  "00 1",  and  to  obtain  the  readings  to 
•0001°  to  have  them  comparable  with  the  accuracy  of  the  other  measurements.  At 
the  same  time  it  was  impossible  to  have  the  bulbs  too  long,  as  it  introduced 
increased  possibilities  of  error  in  the  outflow-tube  of  the  calorimeter.  For  the  size 
of  wire  used  ('15  millim.),  and  the  size  of  the  units  in  the  resistance-box  for 
compensating  the  change  in  resistance,  it  was  necessary  to  use  about  4  metres  of  wire 
for  each  thermometer. 

The  first  thermometers  made  were  from  some  of  the  original  sample  of  wire,  which 
had  been  silk  covered.  Four  metres  of  this  wire  were  coiled  up  into  a  bulb,  about 
6  centims.  long,  and  half  a  centim.  in  diameter,  which  served  the  purpose  very  well. 
Two  sets  of  thermometers  were  made  this  way  at  different  times,  and  will  be 
described  further  on.  The  chief  diflBculty  with  this  form  was  that,  after  bending 
into  the  coil,  the  wire  could  not  be  annealed  well  enough.  Annealing  for  a  length  of 
time  at  150°  C.  served  to  give  fairly  steady  results.  The  difficulty,  caused  by  the 
exciting  current,  of  heating  in  the  interior  of  the  coiled  wire,  was  also  a  serious 
question,  which  had  to  be  carefully  considered. 

A  pair  of  thermometers  was  made  for  the  first  tests  with  the  water  calorimeter, 
which  were  in  the  usual  form  of  bare-wire  wound  on  a  mica  frame.  To  keep  the 
length  of  bulb  within  reasonable  bounds,  it  was  necessary  to  have  these  thermometers 
only  one-half  as  sensitive  as  the  others.  However,  this  form  was  far  preferable  to 
the  other,  so  that  to  produce  the  same  sensitiveness  as  was  required,  with  the  most 
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convenient  length  of  bulb,  a  smaller  wire  was  adopted  than  is  usually  employed  for 
thermometric  work.  A  thermometer  was  finally  obtained  which  gave  the  required 
sensitiveness,  and  had  a  length  and  diameter  of  bulb  quite  suitable  for  the 
calorimeter.  In  point  of  steadiness  and  accuracy,  the  two  thermometers  forming  the 
diflferential  pair  made  in  this  way  could  hardly  be  surpassed. 

I  propose  to  describe  the  tests  made  on  the  various  thermometers  used  during  the 
course  of  this  series  of  experiments.  Before  doing  so,  I  must  briefly  describe  the 
resistance  boxes  and  method  used  for  compensating  the  change  in  resistance  in  the 
wire  due  to  a  change  of  temperature. 

The  general  plan  of  Wheatstone's  bridge  connections  for  the  thermometer-circuit 
is  already  familiar.  The  wires  leading  to  the  bulb  of  the  thermometer  are 
compensated  for  a  change  in  resistance  due  to  a  change  in  temperature  by  similar 
wires  placed  side  by  side  with  them,  but  connected  to  the  opposite  arms  of  the 
bridge  circuit.  The  change  in  resistance  in  the  thermometer  is  compensated  by 
resistance  coils  on  an  opposite  arm  of  the  bridge,  and  a  final  adjustment  made  on  a 
short  bridge-wire,  of  which  the  coils  are  suitable  multiples.  A  change  in  resistance 
is  referred  to  a  change  in  units  of  the  box,  rather  than  measured  in  ohms.  It  is 
evident  that  a  change  in  the  temperature  of  the  resistance  coils,  while  compensating 
a  change  in  resistance  in  the  thermometer,  will  produce  an  apparent  change  in  the 
thermometer  reading.  This  can  be  corrected  for  either  by  taking  the  temperature  of 
the  coils  in  air,  or  by  immersing  them  in  oil  at  a  constant  temperature.  For  very 
accurate  work,  however,  it  is  better  to  introduce  a  different  arrangement.  If  each 
resistance  coil  on  the  bridge  is  wound  with  another  coil,  which  has  the  same 
temperature  coeflficient,  but  a  different  specific  resistance,  then  if  these  second  coils 
are  connected  with  an  opposite  arm  of  the  bridge  system,  any  change  in  temperature 
of  the  bridge  coils  cannot  affect  the  balance  point  on  the  bridge  wire.  This  method, 
which  was  devised  by  Professor  Callendar,  works  exceedingly  well. 

Through  the  kindness  of  Professor  Callendar  I  have  had  the  use  of  such  a 
compensated  resistance  box  throughout  the  greater  part  of  my  measurements.  This 
box  was  exhibited  to  the  Eoyal  Society  in  June,  1893,  by  Professor  Callendar. 
Besides  the  compensated  resistance  coils,  the  special  features  of  this  box  are  the 
bridge-wire  scale,  which  has  a  compensating  device  for  a  change  in  length  due  to  a 
change  in  temperature,  so  that  the  galvanometer  contact  point  always  reads  at  the 
same  point  on  the  scale,  and  mercury  cup  contacts  for  each  set  of  coils.  The 
resistance  coils  were  multiples  of  the  bridge-wire,  commencing  from  the  smallest  coil, 
which  was  equivalent  to  10  centims.  of  bridge-wire,  and  doubling  always  as  the  coils 
became  larger,  i.e.,  10,  20,  40,  80,  160,  &c.,  up  to  2580.  The  resistance  of  the  bridge- 
wire  was  '0088  ohm  per  centim.,  so  that  the  ten  coil  was  rather  less  than  '1  ohm. 
The  bridge-wire  scale  was  of  brass,  very  carefully  divided  to  half-millims.,  and 
supplied  with  a  vernier  with  lens  reading  to  01  millim.     The  total  length  of  bridge- 
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wire  was  40  centims.,  but  it  could  be  read  only  between  6  and  34  centims.,  leaving  a 
margin  of  6  centims.  at  each  end. 

Professor  Callendar  was  kind  enough  to  allow  me  to  make  a  resistance  box  after 
this  design.  This  box  I  have  used  in  my  later  detenninations  of  the  specific  heat. 
It  differs  from  Professor  Callendar's  box  in  having  a  slightly  greater  unit,  i.e., 
1  centim.  of  bridge- wire  equal  to  '0095  ohm,  and  the  coils  were  made  from  bare  wire 
wound  on  mica  frames  and  annealed.  Solder  joins  were  avoided  between  the  wire 
forming  the  resistance  coils  and  the  copper  connecting  wire,  by  fusing  directly  to  the 
copper. 

Each  of  the  larger  coils,  before  putting  in  place  in  the  box,  was  tested  for 
compensation  in  a  specially  constructed  oil-bath,  the  temperature  of  which  could  be 
changed  quickly  at  will  in  a  way  similar  to  the  paraffin-bath  used  in  the  standard 
resistance  determinations.  Each  coil  was  also  made  of  either  two  or  three  wires  in 
parallel,  '15  millim.  in  diameter,  so  as  to  avoid  current  heating.  They  were  specially 
designed  for  immersion  in  oil  when  in  place  in  the  box,  but  this  was  not  foxmd  necessary. 
It  was  not  deemed  necessary  to  test  the  small  coils,  from  10  to  40,  for  compensation, 
as  the  test  of  the  larger  coils  showed  that  the  calcidation  of  the  lengths  of  wire 
necessary  was  so  nearly  correct  as  to  leave  little  room  for  error  in  the  smaller  coils 
over  a  wide  range  of  temperature.  The  ratio  coils  in  the  box  were  made  from 
'15-millim.  platinum-silver  wire  wound  in  parallel  on  a  mica  frame,  and  were  adjusted 
to  equality  on  the  Thomson- Varley  slide  box.  The  resistance  coils  were  connected  to 
mercury  cups  and  short-circuited  when  not  in  use  by  thick  copper  connectors. 

The  calibration  of  these  boxes  consists  in  determining  the  errors  in  the  different 
box  coils  and  the  calibration  of  the  bridge- wire  and  scale. 

In  determining  the  total  change  in  resistance  of  the  thermometers  between  0°  and 
100°,  which  is  termed  the  ftindamental  interval,  or  briefly  F.I.,  the  largest  that  it 
was  necessary  to  use  was  coil  640.  It  is  evident  that,  provided  this  coil  is  accurately 
compensated,  it  is  the  best  one  to  which  to  refer  the  F.I.  It  is  entirely  unnecessary 
to  know  its  absolute  value  in  ohms  provided  we  assume  it  equal  to  640  even  units, 
and  refer  the  other  coils,  including  the  bridge- wire,  to  it. 

From  640  down  every  coil  differs  from  the  sum  of  all  the  rest  by  very  nearly 
10  centims.  of  bridge- wire,  or  the  size  of  the  smallest  coil.  If  we  compare  the  lengths 
of  bridge-wire  obtained  by  differencing  the  coils  in  this  way,  we  obtain  the  usual 
series  of  equations  of  the  form 

640  —  sum^  =  aj ;  320  —  sumg  =  a^ ;  160  —  sumg  =  aj,  &c., 

where  aj,  ag,  and  a^  are  very  nearly  10  centims.  and  involve  the  coil  errors. 

If  we  eliminate  the  sum  from  any  two  equations,  remembering  that  the  next 
lowest  sum  differs  from  the  one  before  by  the  lesser  coil,  then  we  have  a  series  of  the 
form 
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640  —  2  X  320  =  a^'-a^;  320  —  2  X  160  =  otg  —  a^,  &c., 

which  should  equal  0  if  a^  =  %  =  a^. 

If  we  let  the  error  in  640  be  equal  to  0,  then  the  error  in  320  =  |^(aj  —  a^)  in 
terms  of  640  even  units, 

160  =  i(i(ai  — ag)— a^-as}, 

and  so  on  for  all  the  coils. 

The  error  in  the  bridge-wire,  which  we  will  call  the  bw.  correction,  is  determined 
from  the  error  in  coil  10  obtained  in  terms  of  640  even  units.  The  calibration  of  the 
bridge-wire  was  done  by  inserting  a  small  resistance,  equal  to  about  3  centims.  of 
bridge-wire,  into  the  bridge  circuit,  so  that  by  short-circuiting  it  by  a  heavy  copper 
connector  placed  in  mercury  cups,  the  bridge-wire  reading  could  be  shifted  the  same 
amount  at  any  part  of  the  wire.  The  reading  was  found  to  vary  '0005  centim.  per 
centimetre  on  either  side  of  the  middle  point,  19,  in  such  a  way  as  to  increase 
towards  30  and  decrease  towards  0.  This  showed  that  the  wire  was  slightly  smaller 
towards  the  zero  end,  and  hence  its  resistance  greater.  As  the  equivalent  length  of 
10  centims.,  obtained  in  the  calibration  of  the  box  coils,  never  occurred  at  exactly  the 
same  spot  on  the  bridge- wire,  there  is  a  small  correction  to  be  applied  to  the  values 
of  a^,  %,  and  a^,  due  to  their  position.  The  correction  is  worked  out  so  as  to  reduce 
the  values  to  a  length  of  bridge-wire  extending  over  the  middle  point,  between  14 
and  24.  The  correction  is  very  small,  however,  and  would  produce  no  appreciable 
error  to  the  results  if  neglected  altogether.  In  my  own  box  the  agreement  of  the 
equivalent  length  for  the  10  coil  above  and  below  the  middle  point  of  the  bridge- wire 
caused  me  to  neglect  this  correction  altogether. 

In  Table  XII.  I  give  a  complete  series  of  readings  taken  to  determine  the  coil 
corrections  in  the  first  box.  In  Table  XIII.  a  summary  of  tests  is  given  extending 
over  a  period  of  a  year. 

Table  XIV.  contains  the  same  obtained  for  my  own  box.  The  corrections  in  this 
latter  case  are  somewhat  larger.  The  reason  being  that  it  was  more  difficult  to 
adjust  the  coils  exactly  when  fused  joins  were  used  instead  of  solder,  and  at  the 
same  time  preserve  complete  compensation.  My  aim  was  to  be  sure  of  having  this 
latter  condition  fulfilled  at  the  expense  of  the  former,  as  the  coil  correction  is  always 
a  definite  and  measurable  quantity,  and  easy  to  apply. 

The  signs  are  affixed  to  the  corrections  in  the  way  they  should  be  applied  to  the 
reading.  The  bridge- wire  correction  is  given  per  centimeter  of  length.  In  taking 
the  readings  the  galvanometer  was  used  which  has  already  been  referred  to  in 
connection  with  the  comparison  of  the  standard  resistances.  The  sensitiveness  was 
obtained  so  as  to  give  from  40  to  50  scale  divisions  per  millimetre  of  bridge-wire  on 
reversing  the  current.     For  the  small  coils  an  external  resistance  of  350  ohms  was 
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Table  XII. — Set  of  Readings  for  determining  Box  Coil  Corrections. 


Coils. 

640-sum. 

320-sum. 

160-sum. 

80-8um. 

40-8um. 

20-8Uin. 

lOnsum. 

lle^iding  of  bridge-wire  .     .    < 

Equivalent  length     .... 
Correction  to  mean  bridge- wire 

Corrected  length 

Differences,  640-2  x  320,  &c.  . 
Correction  in  terms  of  640  coil 

24-979 
H-950 
10  029 

0 
10  029 

0 

21-970 
12-096 

9-874 
+  -002 

9-876 
+  153 
-•077 

20-645 
10-631 
10014 
+  •003 
10-017 
-•141 
+   032 

19-711 
9-815 
9-896 

+  •004 
9-900 

+  •117 

-043 

25-113 
15-135 

9-978 
-•001 

9-977 
--077 
+  •017 

27-640 
17-624 
10-016 
--002 
10-014 
-•037 
+  •027 

28^787 
18-911 

9-876 
-•004 

9^872 
+  •142 
-057 

Table  XIIL — Box  Coil  Corrections  in  Terms  of  640  even  Units.     Box  1. 


Date. 

320. 

160. 

80. 

40. 

20. 

10. 

Bridge-wire. 

1898. 

May  6th     .     . 

-•087 

+  •027 

-•038 

+  •021 

+  •034 

-•050 

+  •008 

„      2l8t    . 

-072 

+  -028 

-•038 

+  •018 

+  ■026 

-•055 

+  •007 

„     25tli  .     . 

-  -077 

+  •027 

-036 

+  017 

+  •028 

-051 

+  •007 

1899. 

Januan'  7th    . 

-055 

+  •033 

-•044 

+   019 

+  •030 

-051 

+  007 

„       9th    . 

-•063 

+  •040 

--042 

+  •020 

+  030 

-•050 

+  •007 

„       12th  . 

-  -069 

+  •029 

-045 

+  •019 

+  •024 

-055 

+  •008 

'  April  27th      . 

-077 

+   032 

-043 

+  •017 

+  -027 

-•057 

+  -007 

Means    .     .     . 

-071 

+  •030 

-•040 

+  019 

+  •029 

-•053 

+  •007 

Table  XIV. — Box  Coil  Corrections  in  Terms  of  640  even  Units.     Box  2. 


Date. 

320. 

160. 

80. 

40. 

20. 

10. 

Bridge- wire. 

1900. 
February  10th 
„        13th 
„        26th 

1 

-•029 
-025 
-030 

-  -054 
--048 
--053 

+  -210 
+  -210 
+  •208 

+   144 
+   149 
+   149 

-    033 
-030 
-031 

-•074 
-071 
-•072 

+  0066 
+  0061 
+  -0062 

Means    .    .    . 

-028  ; 

1 

-052 

+  -210 

+  •148 

-032 

-  -072 

+  0064 

2  B  2 
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required,  which  was  reduced  gradually  to  150  ohms  for  the  640  coil  in  order  to 
preserve  the  same  sensitiveness  throughout  the  test,  with  one  accumulator.  The 
galvanometer  contact  was  arranged  so  that  it  could  be  held  in  contact  with  the 
bridge-wire.  Therefore  instead  of  obtaining  an  exact  balance  and  reading  the 
vernier,  the  contact  was  placed  to  the  nearest  millimetre  or  half-millimetre  mark  on 
the  scale,  with  the  help  of  the  vernier,  and  the  deflection  of  the  galvanometer 
recorded.  Accurate  account  was  always  kept,  by  repeated  verification,  of  the 
sensitiveness  of  the  galvanometer,  which  never  altered  as  much  as  one  scale  division 
due  to  external  disturbances. 

For  the  sake  of  convenience,  the  diagram  of  the  complete  thermometer  circuit  is 
given  in  fig.  6.  This  shows  the  relative  position  of  the  resistance  and  compensating 
coils  in  the  bridge  system,  the  position  of  the  ratio  coils  and  bridge-wire.     When 


K 
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Brlc^  utira. 

Fig.  6. 
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differential  thermometers  are  used  we  have  them  connected  on  opposite  arms  of  the 
bridge,  at  P  and  C,  and  arranged  so  that  the  compensating  leads  for  thermometer  P 
are  in  series  with  thermometer  C,  and  the  compensating  leads  for  C  connected  with 
P.  Where  P  and  C  are  at  the  same  temperature,  and  of  the  same  resistance,  it  is 
evident  that  the  bridge  system  is  in  equilibrium  with  the  galvanometer  contact  at 
the  middle  of  the  bridge-wire.  For  a  change  in  the  temperature  of  either  P  or  C  the 
bridge  reading  shifted  either  to  the  right  or  left,  and  when  too  great  to  be  read  on 
the  wire,  was  compensated  by  the  resistance  coils.  A  change  of  temperature  in  C 
higher  than  P,  however,  could  not  be  recorded  beyond  the  bridge-wire.  It  was 
therefore  necessary  to  arrange  that  P  should  always  be  used  for  measuring  a  change 
in  temperature  higher  than  C.  The  resistance  coils  were  brought  into  the  circuit  by 
removing  the  heavy  copper  contacts  from  the  mercury  cups.     When  these  contacts 
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were  removed,  the  contacts  of  each  corresponding  compensating  coil  were  removed  at 
the  same  time.  To  obtain  the  fundamental  constant  (Rioo  ^  I^o)  ^^  interval,  F.I., 
both  C  and  P  are  balanced  when  immersed  in  melting  ice,  and  then  with  C  in  ice  and 
P  in  steam.  To  obtain  the  diflference  between  the  intervals  of  the  two  thermometers 
both  are  read  when  in  steam.  This  gives  the  data  required  for  converting  into 
degrees  a  change  of  resistance  in  P  relative  to  C. 

During  the  progress  of  the  present  experiments,  five  pairs  of  differential  thermo- 
meters were  made  and  tested.  In  describing  these,  I  shall  letter  them  A,  B,  C,  D, 
and  E,  respectively.  The  thermometers  of  pair  A  were  made  of  the  original  silk- 
covered  '15-millim.  platinum- wire,  about  25  ohms  resistance  each.  The  bulb  of  each 
thermometer  was  about  6  centims.  long  and  was  fastened  by  solder  joins  to  flexible 
copper  leads  placed  side  by  side  with  compensating  leads.  The  protecting  tube  was 
of  glass,  about  25  centims.  long  and  a  few  millims.  in  diameter.  The  ends  of  the 
compensating  leads  near  the  bulb  were  connected  by  a  small  piece  of  platinum-wire 
about  4  centims.  long.  This  was  to  correct  any  conduction  error  on  the  wire  in  the 
thermometers  by  heat  conduction  from  the  leads.  This  de[vice  was  also  used  for  all 
the  other  thermometers. 

Thermometer  B  was  made  of  12^ohms  resistance,  or  one-half  the  sensitiveness  of 
the  other  pair.  Each  thermometer  of  the  pair  was  wound  in  the  usual  way  on  a 
mica  frame,  from  the  6-millim.  bare  platinum-wire,  and  annealed  at  a  low  red  heat. 
As  these  thermometers  proved  eventually  to  be  too  bulky  for  convenience  in  the 
calorimeter,  they  were  soon  discarded.  It  will,  therefore,  not  be  necessary  to  give 
them  ftirther  mention. 

Theimometer  C  was  made  from  a  pair  of  silk  thermometers  similar  to  A.  The 
platinum- wire  was  ftised  to  copper-wires,  which  in  turn  were  soldered  to  copper  leads. 
These  thermometers  proved  satisfactory  in  many  ways,  although  they  finally  gave 
trouble  from  defective  insulation  and  had  to  be  abandoned.  These  thermometers 
were  used  in  our  first  preliminary  measurements  of  J  during  the  summer  of  1898. 

Thermometer  D  was  the  first  pair  made  from  'lO-millim.  platinum- wire.  This  wire 
was  some  sent  out  to  Mr.  R.  O.  King  by  the  Cambridge  Scientific  Instrument 
Company.  Its  8  was  given  as  1*50,  which  was  subsequently  verified  by  Mr.  Tory  in 
the  course  of  his  work.  Each  thermometer  was  about  20  ohms,  in  resistance,  and 
was  made  by  winding  on  a  mica  frame.  The  bulb  was  about  5  centims.  long  and 
between  6  and  7  millims.  in  diameter.  Owing  to  the  inconveniently  small  F.I.  of 
this  pair  of  thermometers  (about  700  units  of  the  box  instead  of  1000  for  100°  C),  it 
was  supplanted  by  pair  E. 

Thermometer  E  is  by  far  the  most  important  pair,  as  with  it  all  the  later  measure- 
ments of  the  specific  heat  were  obtained.  The  wire  used  in  making  each  thermometer 
of  the  pair  was  drawn  down  to  '10  millim.  from  the  original  6-millim.  platinum-wire. 
The  resistance  of  the  thermometers  was  about  25  ohms  each,  and  gave  a  F.L  about 
970  units  of  the  box.     The  bulbs  were  about  7  millims.  in   diameter  and  about 
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6j  centims.  long,  and  were  made,  as  in  thermometer  D,  of  the  bare  wire  wound  on  a 
mica  frame.  The  first  arrangement  was  with  the  platinum- wire  fused  to  about  No.  18 
copper- wire,  which  in  turn  was  soldered  to  the  copper  leads  about  6  centims.  above 
the  bulb.  This  was  changed  to  having  the  wire  fused  to  much  longer  copper-wires, 
which  were  soldered  to  the  leads  at  a  point  considerably  beyond  the  glass-tubes  con- 
taining the  bulbs.  This  avoided  the  changing  of  the  temperature  of  the  solder-joins 
in  the  glass-tube.  The  final  arrangement  was  to  have  the  wire  gold-soldered  to  heavy 
platinum-wires,  which  in  turn  were  fused  to  copper- wires  about  6  centims.  above  the 
bulbs:  These  wires  were  then  soldered  to  the  main  leads  at  a  point  sufficiently 
beyond  the  glass-tube  so  as  to  remain  unaffected  by  a  change  in  temperature  in  the 
interior  of  the  glass-tube.  All  these  changes  were  made  to  improve  the  thermometers, 
although  the  last  one  was  not  really  necessary.  A  very  considerable  uncertainty  was 
introduced  with  the  first  arrangement,  which  was  removed  on  removing  the  solder- 
joins  from  the  interior  of  the  thermometer-tubes. 

The  'lO-millim.  wire  is  exceedingly  delicate  to  use  for  thermometric  work,  and  great 
care  had  to  be  exercised  in  constructing  the  thermometers  and  in  handling  them. 
They  gave,  however,  exceedingly  consistent  results.  As  a  check,  a  sample  of  the 
wire  was  given  to  Mr.  Tory,  who  very  kindly  determined  its  8  by  comparing  it  with 
a  piece  of  the  original  'IS-millim.  wire.  This  came  out  1*502,  and  showed  that  no 
change  had  been  produced  in  the  8,  due  to  its  having  been  drawn  from  the 
larger  size. 

The  fixed  points  0°  and  100°  upon  which  the  accuracy  of  the  F.I.  depends,  were 
obtained  as  usual  with  a  mixture  of  finely-cracked  ice  and  water,  and  the  usual 
form  of  hypsometer.  In  regard  to  the  constancy  of  these  points,  the  former  depends 
on  the  percentage  of  ice  or  water  present  in  the  mixture,  and  its  rate  of  melting, 
while  the  latter  depends  on  the  accuracy  of  reading  of  the  barometer,  accepting  in 
both  cases  the  purity  of  the  ice  or  water.  Great  care  was  always  taken  with  the 
freezing-point  mixture,  to  have  it  compact  and  firmly  placed  in  a  copper  vessel, 
heavily  lagged,  and  in  which  water  could  be  made  to  circulate  through  the  ice  around 
the  thermometer  bulbs.  The  thermometers  were  as  far  as  possible  placed  side  by 
side,  separated  only  by  a  thin  partition  of  ice. 

After  obtaining  the  balance-point  with  both  thermometers  in  ice,  one,  P,  was  removed 
to  the  steam-jacket,  leaving  the  other,  C,  still  in  ice.  The  change  in  resistance  in  P 
was  compensated  by  the  resistance-coils  until  the  reading  was  brought  on  to  the 
bridge- wire.  When  a  sufficient  time  was  allowed  (about  15  minutes  was  generally 
sufl&cient)  for  the  attainment  of  a  steady  temperature,  as  shown  by  the  steadiness  of 
the  balance-point,  the  reading  of  the  bridge-wire  was  recorded.  Thermometer  P  was 
then  returned  to  the  ice-bath,  and  the  first  reading  repeated,  which  gave  a  measure 
of  any  change  of  zero  in  P.  The  sensitiveness  of  the  galvanometer  changed  slightly 
between  the  two  points  owing  to  the  increase  in  resistance  in  the  two  arms  of  the 
bridge  system,  but  this  was  determined  always  at  both  points. 
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In  the  tests  to  be  described,  an  external  resistance  of  at  least  40  ohms  was  inserted 
in  the  battery  circuit,  which  was  supplied  from  one  accumulator.  The  current  was 
never  as  much  as  '02  ampere  in  each  thermometer,  and  current-heating  could  be 
safely  neglected.  In  view,  however,  of  a  possible  eflfect  of  current-heating  on  the 
differential  readings,  the  F.I.  of  thermometer  D  was  determined  for  different  external 
resistances,  but  no  effect  could  be  measured.  The  current  was  left  continuously 
running  during  a  test,  and  was  always  the  same  as  that  used  in  the  calorimetric 
experiments. 

Three  Fortin  barometers,  supplied  by  Elliott  Bros.,  of  London,  were  used  to 
obtain  the  steam-point.  They  were  Nos.  571,  572,  and  573.  They  had  all  been  filled 
originally  by  Elliott.  During  the  preliminary  part  of  the  experiments,  barometer  572 
was  used,  but  owing  to  an  accident  was  replaced  later  by  571.  Barometer  571  was, 
however,  re-fiUed  later  as  a  check,  by  boiling  out  with  mercury,  and  was  compared 
with  573,  to  which  most  of  the  later  steam  readings  were  referred.  As  a  check  also 
the  scale  of  barometer  572  was  verified,  and  found  correct  to  within  '1  millim.  This 
was  of  sufl&cient  accuracy  for  the  determination  of  the  F.I.,  as  tHe  mercury  height 
could  be  measured  accurately  only  to  *!  miUim.  with  the  vernier  supplied  with  the 
scale.     It  was  possible  to  estimate  to  *02  millim.  with  a  little  care. 

A  comparison  of  572  re-fiUed  with  573,  made  on  February  26,  1900,  is  given  below. 

No.  573,  75-415  centims.,  t  =  17'5;  No.  572,  75*410  centims.,  t  =  17'3. 

Second  setting. 

No.  573,  75-415  centims.  ;  No.  572,  75*400  centims. 

The  temperature  of  the  mercury  column  was  taken  from  a  thermometer  embedded 
in  the  barometer  case.  I  decided  to  adopt  the  readings  of  the  highest  barometer 
as  likely  to  be  most  accurate.  It  is  probable  that  barometer  573  was  correct  to 
'01  centim.  in  its  readings  over  different  dates.  An  error  of  "01  centim.  in  setting 
and  reading  the  height  of  mercury  would  produce  an  error  of  about  -004°  on  the 
steam  point,  which  is  about  the  order  of  agreement  given  in  the  measurement  of 
the  F.I.  from  time  to  time.  In  repeating  readings  of  the  F.I.,  where  it  was  not 
necessary  to  alter  the  setting  of  the  barometer,  much  closer  agreement  than  this  was 
attained.  The  barometer  readings  were  reduced  to  0°  C.  and  latitude  45°,  and 
corrected  for  temperature  by  the  formula 

Ho  =  H  (1  -  -0001614^)  (1  -  -000033)  +  -0002*  centim. 

The  essential  scheme  followed  for  the  determination  of  the  F.I.  has  already  been 
laid  down.  The  following  tables  contain  the  results  of  the  tests  made  on  the 
different  instruments  used  in  these  experiments.  Owing  to  the  importance  attached 
to  thermometer  E,  it  is  given  first  place.  For  this  thermometer  it  will  be  necessary 
to  divide  the  tests  into  four  groups. 
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Group  T.  contains  the  results  when  the  •10-millim.  platinum-wire  is  fused  to  short 
copper- wires,  which  in  turn  are  soldered  to  the  leads  inside  the  glass-tuhes  of  the 
thermometers,  so  that  the  solder-joins  are  subject  to  the  temperature  change 
0^  to  100"^. 

Group  IT.  gives  the  tests  when  the  solder-joins  inside  the  glass-tubes  were  done 
away  with. 

Group  III.  contains  the  results  in  the  case  when  the  •  10-millim.  wire  was  gold- 
soldered  to  heavy  platinum-wire,  which  was  fiised  to  the  copper  leads. 

Group  IV.  contains  the  determination  of  F.L  in  terms  of  the  second  box.  It  comes 
smaller  owing  to  the  resistance  of  the  unit  being  greater  than  in  the  first  box. 

In  Group  I.  the  variation  from  the  mean  value  is  somewhat  larger  than  the 
errors  of  reading  the  barometer,  amounting  in  the  extreme  case  to  •007°.  This  was 
attributed  to  an  uncertainty  in  the  solder  joins. 


Group  I.— Coils  640  -j-  320  -|-  10  =  969-876  units. 
10  units  =  1°  C.  nearly.     Box  1. 


Thermometer  E. 


Date. 


February  24,  1899 
„       24      „ 

,,  27  .„ 
i>  28  „ 
91       28      ,, 


Bridge-wire 
corrected. 


+  2-964 
+  4-597 
-1-396 
-2-022 
-2-399 


Total  units. 


Barometer 
corrected. 


P.I.  corrected  to , 
76-00  centims. 


972-840 

76-196 

97-2141 

974-473 

76-630 

97-2217 

968-480 

74-938 

97-2260 

967-854 

74-789 

97-2162 

967-477 

74-683 

97-2160 

Mean 97*2188 


Group  II.— Coils  640  +  320  -|-  10  =  969-876  units. 
10  units  =  1°  C.  nearly.     Box  1. 


Thermometer  E. 


Date. 


May  15,  1899.     .  . 

„      15      „    .     .  . 

„      18      „    .     .  . 

August  10,  1899.  . 

„       10      „    .  . 

September  11,  1899. 

11      „  . 

21      „  . 


Bridge- wire 
corrected. 


+  3-006 
+  2-495 
+  1-669 
+  1-302 
+  1-279 
+  2-320 
+  2-211 
+  0-670 


Total  units. 


972-882 
972-371 
971-545 
971  178 
971-155 
972-196 
972-087 
970-546 


Mean 97  2955 


Barometer 
corrected. 


75-985 
75-844 
75-616 
75-492 
75-485 
75-792 
75-760 
75-314 


I  F.I.  corrected  to 
76-00  centims. 


97-2935 
97-2926 
97-2916 
97-2991 
97-2993 
97-2939 
97-2944 
97-2993 
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In  Group  II.  the  agreement  is  much  better,  and  it  can  hardly  be  said  that  the 
variations  can  be  attributed  to  other  causes  than  the  setting  of  the  barometer.  For 
tests  made  on  the  same  date,  where  the  interval  was  repeated  with  but  a  small 
change  in  barometric  reading,  which  could  be  followed  by  the  vernier  without  other 
adjustments,  the  readings  are  as  a  rule  exceedingly  consistent. 

The  two  tests  in  Group  IIL  are  given  in  fiiU. 

■  Group  IIL     Date,  September  26,  1899. 

First  determination. 
Both  in  ice,  reading  of  bridge- wire  .     .     .     23 "ITS.     No  coils. 
C  in  ice  ;  P  in  steam 23757  +  coils,  640  +  320  +  10. 

Second  detenoinatiou. 

Both  in  ice,  reading  of  bridge- wire .     .     .  23*175,  23*172.     No  coils. 

C  in  ice  ;  P  in  steam    ........  23*646  +  coils,  640  +  320  +  10. 

Both  in  steam 25*143.     No  coils. 


Barometer  in  first  determinationa     Uncorrected,  75*073  centims.  at  temp.  18*^*9  ; 
corrected,  74*851. 

Barometer  in  second  determinations.    Uncorrected,  75*092  centims.  at  temp.  18®*8  ; 
corrected,  74*870. 

In  first  determination. 
~  0*584 
4 
-  0*588 
969*876 

969*288  in  box  units. 
+  -4093° 
97*3381  in  degrees. 


Bridge-wire      .     .     . 
Bw.  correction .     .     . 

Coils 

Barometer  correction 
F.L 


In  second  determination. 

-  0-473 

3 

—  0-476 
969-876 

969-400  in  box  units. 
+  -4025° 
97-3425  in  degrees. 


Mean  value 


97-3403. 


Group  rV.— Coils  640  +  160  +  80  +  20  =  900-128  units. 
9  units  =  1*  C  nearly.    Box  2. 


Date. 

Bridge-wire 
.corrected. 

Total  unitau 

Barometer 
corrected. 

F.I.  corrected  to 
76'00  centims. 

February  14,  1900  .... 

u 

..         16     , 

16     , 

16     „      .    .    .    . 

+  4143 
+  2-195 
+  4-307 
+  4-328 
+  4-361 

904-371 
902-323 
904-435 
904-466 
904-489 

75-778 
76-191 
76-816 
76-838 
76-846 

90-5009 
90-6006 
90-6037 
90-4994 
90-6002 

VOI^   CXCIX. — A. 


2  c 
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Summarizing  we  have  the  F.I/s  of  thermometer  E,  as  measured  by  the  two  boxes, 
as  follows : — 

Group     I. — 97*2188  measured  with  1st  box. 
„        11. — 97 '2955         ,,  ,,  „      ,, 

„      III— 97-3403         „         „  „      „ 

„      IV.— 90-5009         „         „        2nd    „ 

This  gives  the  corrections  to  be  applied  to  the  readings  to  make  100  10-units 
equal  to  100®  on  the  platinum  scale  : 


Group    I. 
„       II. 


-2-8610  per  cent. 
-2-7795 


Group  III—  2-7324  per  cent. 
,,       IV.— 10-4962 


The  difference  in  the  corrections,  with  the  exception  of  Group  IV.,  is  due  to  the 
change  in  the  lengths  of  the  thermometer  wire  in  changing  the  leads.  No  change 
was  made  to  the  thermometers  themselves  between  Groups  III.  and  IV. 

The  various  tests  on  the  other  thermometers  are  given  now  as  under.  With 
thermometer  D  no  difference  could  be  noted  in  the  F.I.  measured  with  80  ohms 
in  the  external  circuit,  or  with  50  ohms.  The  tests  with  thermometer  A  are 
important  as  illustrating  the  results  to  be  obtained  from  silk-covered  wire  thermo- 
meters, and  also  as  they  were  the  thermometers  uqed  in  the  mercury  experiments. 


Thermometer  A.     Box  1. 
Date. 


May  22,  1897 
„     24       „ 


F.I.  corrected. 
99-9327 

99-9245 


With    thermometer    C,   also    silk-covered    thermometers,   the   tests   are   not  so 
satisfactory. 


Date. 
April  80,  1898 

May  2 


Thermometer  C. 


F.L  corrected. 
101-4031 

101-3931 


Date. 
July  11,  1898 

August  8   „ 


F.I.  corrected. 
101-3908 

101-400e 
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Thermoheter  D.     Box  1. 

Coils  640  +  160  =  800-030  units. 

8  units  =  1°  C,  nearly. 

With  80  ohms  external  circuit. 


Date. 


July  21,  1898 


Bridge-wire 
corrected. 


-4-679 
-4-655 
-4-614 


Total  units. 


795-351 
795-375 
795-416 


Corrected 
barometer. 


With  50  ohms  external  circuit. 


-4-651 


795-379 


75-806 
75-816 
75-826 


75-816 


F.I.  corrected  to 
76-00  centims. 


79-6924 
79-5913 
79-5925 


79-5917 


All  these  fundamental  intervals,  of  course,  only  apply  to  thermometer  P  of  each 
pair,  or  the  one  which  is  used  to  determine  the  rise  of  temperature  in  the  water. 

No  separate  determinations  are  required  when  both  the  thermometers  are  at  the 
same  temperature  over  the  scale  between  0®  and  100°.  The  correction  is  simply  to 
thermometer  P  in  its  reading  relative  to  thermometer  C,  when  the  water  is  heated 
through  so  many  degrees  in  the  outflow  end  of  the  calorimeter.  The  "  cold  "  reading 
of  the  thermometers,  when  in  place  in  the  calorimeter,  at  any  temperature  of  the 
water-jacket,  will  be  the  differential  reading  of  the  thermometers  at  the  temperature 
indicated  by  the  thermometer  of  the  water-jacket.  The  efiect  of  conduction  from  the 
ends  of  the  calorimeter  will  appear  as  a  slight  change  in  this  differential  reading,  but 
this  is  never  more  than  '01°  or  '02^,  and  only  comes  in  at  the  extremes  of  the  range. 

In  regard  to  the  errors  referred  to  in  the  first  of  this  section,  to  be  met  with  in  th'e 
practical  employment  of  platinum  thermometers  for  very  accurate  work,  the  first  one, 
due  to  a  change  in  zero,  can  always  be  avoided  by  sufficient  annealing  and  offers  no 
difficulty.  The  second  one  is  by  far  the  most  important,  and  is  caused  by  the 
conduction  of  heat  away  from  the  air  around  the  bulbs  through  the  metal  leads. 
This  is  rendered  worse  rather  than  better  by  the  presence  of  the  compensating  leads, 
because  of  the  greater  amount  of  good  conducting  material  introduced  into  the 
thermometer  tubes.  The  employment  of  a  small  length  of  wire  to  connect  the 
compensating  leads  cannot  rectify  it,  nor  will  the  prevention  of  convection  currents  of 
air  in  the  glass  tubes  render  it  harmless.  It  can  be  reduced  to  a  negligible  quantity 
only  by  immersing  a  sufficient  length  of  the  thermometer  tube,  and  can  always  be 
measured  by  withdrawing  the  thermometer  tube  more  or  less  from  the  vessel  or 
■team*jacket  in  which  it  is  immersed,  and  determining  the  drop  in  temperature 
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indicated  by  the  bulb.  I  took  special  care  to  reduce  this  correction,  which  could 
easily  amount  to  '01  or  even  more  in  the  steam-jacket,  to  a  negligible  quantity,  so 
that  it  could  not  have  affected  the  F.I.  as  determined  in  my  experiments  to  as  much 
as  '001°,  and  probably  much  less.  Convection  currents  in  the  stem  of  the  thermo- 
meter enclosed  in  the  glass-tube  were  avoided  in  all  my  thermometers  by  lagging  the 

leads  down  to  within  a  few  centims.  of  the  bulb  with  cotton-wool. 

. .  ,     •      .  _ 

The  insulation  between  the  leads  of  the  thermometers  could  be  detected  very 
quickly  by  a  very  simple  adjustment  in  one  of  the  box  contacts,  so  that  the  battery 
in  series  with  the  galvanometer  could  be  made  to  detect  at  once  the  smallest  leak 
between  the  connecting  and  compensating  leads. 

In  correcting  the  differential  readings  to  the  air  scale  two  of  the  ordinary  parabolic 
formulae  are  combined. 

If  pti  and  ti  be  the  platinum  and  air  teiyiperatures  for  one  thermometer  of  the 
differential  pair  and  pt^  and  fg  be  the  same  for  the  other,  then  for  one  we  have 

and  for  the  other 

from  which  we  have,  for  the  differential  reading, 

(^1  -  Ph)  -  {h  -  Ph)  =  loloo  (^i  ""  *^)  (^1  +  ^^ ""  ^^^)- 

The  correction  is  always  small,  and  amounts  to  '1^  in  the  extreme  at  the  ends  of 
the  scale  for  a  difference  of  8^  It  vanishes  altogether  at  50°,  changing  sign  at  that 
point. 

In  determining  the  correction  pt^  and  pt^  may  be  substituted  in  the  right-hand 
side  for  a  first  approximation.  A  second  approximation  generally  gives  the  correction 
with  suflScient  accuracy. 

i 

Sec.  3d. — Measurement  of  Time. 

,  The  method  of  measuring  the  average  rate  of  flow  over  the  time  of  any  experiment 
was  to  divide  the  total  weight  of  water  by  the  time  of  flow.  This  total  time  of  floiw- 
was  generally  of  the  order  of  15  minutes,  or  900  seconds.  The  interval  was  recorded 
on  a  chronograph,  which  marked  seconds  1  centim.  long,  from  a  standardized  clock:. 
The  drum  of  the  chronograph  revolved  at  the  rate  of  one  revolution  per  minute,  and 
the  record  of  each  second  was  made  by  a  lateral  kick  in  a  continuous  line  iram  a  pen 
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marking  an  attached  sheet  of  paper.  The  pen  was  connected  to  a  relay,  which  was 
excited  by  an  electric  current  whenever  the  pendulum  of  the  clock  swung  through  a 
globule  of  mercury  at  the  middle  of  each  stroke.  The  stream  of  water  from  the 
calorimeter  could  be  made  to  flow  out  of  either  one  of  two  nozzles  before  it  entered 
the  tared  flask  for  obtaining  its  weight.  The  switch-over  device  was  made  from  a 
3-way  glass  tap,  and  so  arranged  that  when  the  tap  was  turned  so  as  to  change  the 
flow  from  one  tube  to  another,  the  time  of  closing  one  and  opening  into  the  other  was 
recorded  by  the  pen  on  the  chronograph  sheet.  Between  the  opening  and  closing, 
the  flow  was  shut  off  altogether,  but  as  this  only  amounted  to  from  two  to  three- 
tenths  of  a  second,  the  expansion  of  the  rubber  tube  connections  in  the  water  circuit 
prevented  the  flow  of  water  through  the  calorimeter  from  being  interrupted,  and  any 
sudden  shock  to  the  conditions  was  avoided. 

Fig.  7  gives  a  general  plan  of  the  switch- 
over device.  The  handle  of  the  glass  tap 
was  connected  to  a  long  arm,  which  could  be 
moved  between  two  stops,  representing  the 
position  when  either  nozzle  was  open.  At 
the  time  of  switching  over,  two  marks  were 
recorded  on  the  chronograph,  the  mean  of 
which  was  taken  in  estimating  the  interval 
of  any  flow.  These  two  marks  could  each  be 
estimated  to  '01  sec.  very  easily  with  a 
millimetre  scale,  and  were  probably  in  all 
cases  accurate  to  '02  sec.  on  900  seconds. 

The  standardization  (indirectly  to  standard, 
time)  of  the  clock  marking  the  seconds  was 
done  at  frequent  intervals  during  the  course 
of  the  present  series  of  experiments  by  com- 
parison  with  a  Frodsham  and  Keen  ship's 

chronometer.  The  rate  of  this  chronometer  was  determined  not  only  by  direct 
comparison  with  the  standard  clock  at  the  University  Observatory,  but  by  repeated 
telephonic  communication  between  an  observer  at  the  Observatory  and  myself  in  the 
Physics  Building.  This  rate,  which  was  a  slight  gain,  was  extraordinarily  constant. 
The  rate  of  the  clock,  a  loss,  varied  considerably  between  winter  and  summer,  although 
the  variation  was  very  consistent  and  regular.  The  rates  during  the  corresponding 
months  of  a  year  agreed  almost  to  1  second  a  day. 


Fig.  7. 
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Tablk  XVI.— Clock  Comparisons. 


1898. 

1899. 

May. 

June. 

July. 

Aiig. 

Sept. 

Oct. 

Dec. 

Jnn. 

Feb. 

March. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 

1 

— 

28 

35 

35 

— 

38 

— 





— . 

2 

— 

27 

32 

36 

— 

— 

— 

24 

— 

— 

3 

— 

27 

— 

36 

— 

— 

— 

24 

— 



4 

— 

27 

33 

33 

— 

— 

— 

— 

— 

18 

5 

— 

28 

33 

— 

— 

— 

— 

25 

— 

— 

6 

28 

35 

35 

25 

7 

— 



33 



— 

— 

— 

25 

20 



8 

— 



33 

35 









18 

9 

— 



36 

37 

— 

— 

24 

— 



10 

— 



— 

35 

— 

— 

— 

24 

— 



11 

33 

35 

23 

12 

— 



35 

36 

— 

— 

— 

24 

— 

, 

13 

— 





35 

— 

— 

— 

23 

22 



U 

. — 



33 

— 

36 

— 

29 

— 

— 



15 

: 



34 

— 

— 

— 

28 

— 

— 



16 
17 

— 

—  • 

34 

— 

37 

— 

29 
28 

23 

— 

— 

18 
19 





33 

34 

— 



— 

28 

23 

— 



20 





32 

— 



— 

27 

23 

— 



21 

34 

39 

26 

23 

22 



22 

32 

— 

— 

25 



18 



23 



24 

35 

— 

37 

— 

26 

22 





24 



30 



— 



- — 

25 

— 



19 

25 



32 

34 



— 

23 

— 



— 

26 



34 

24 

27 



32 

34 





— 

25 





28 

25 

32 

35 

— 



— 

25 

— 



— 

29 

26 

33 

35 

— 



— 

25 

— 



— 

30 

26 

33 

34 

— 

— 

26     • 

21 

— 

31 

27 

— 

— • 

25 

— 

— 

— 
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Table  XVI. — Clock  Comparisons — contimied. 


1899. 

1900. 

ApTil. 

May. 

June. 

July. 

Sept. 

Oct. 

Nov. 

Dec. 

Feb. 

March. 

seconds. 

seconds. 

seconds. 

second  8. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 

seconds. 
22 

1 
2 

19 

22 

— 

— 

37 

40 

— 

— 

— 

— 

3 
4 
5 

18 

38 

38 

_ 

6 

19 

— 

30 





39 



— 

23 

— 

7 



21 

31 



37 

_— 



— 

23 

23 

8 

.» 

22 

31 











23 

21 

9 



22 

32 

•— 



— 

— 

— 

— 

20 

10 

19 

23 

_ 

11 

19 

23 

32 

36 

37 

— 



— 

— 

20 

12 

19 

31 

.      - 

— 

— 

-- 

— 

— 

13 

19 

— 

29 

37 

— 

.■J9 

— 

— 

14 

— 

---- 

32 

-     - 

— 

— 

36 

— 

— 

15     1 

1 

33 

36 

20 

16 





34 











— 

20 

17 

20 

— 







— ^ 

35 

— 

— 

18 

20 



34 

1 





— 

— 

20 

19 

20 

— 

34 



— 

— 

— 

— 

22 



20 

20 

— 

33 

■ 

_ 

_ 



._ 

19 

21 



— 

34 







— 

— 

— 



22 



— 

35 



— 

— 

31 

— 

— 

20 

23 



35 









— 

— 



24 



26 

-=- 



— 

— 

— 

— 

— 



25 

35 

38 

_ 

_ 

26 



. — 

35 







33 

— 

— 

— 

27 



— 

35 



-^ 

— 

33 

28 

— 

— 

28 



— 

36 





_ 



— 

— 

— 

29 



26 

34 



— 

— 



28 

— 

^~ 

30 

— 

— 

— 

— 

— 

— 

— 

— 

— 

-  • 

31 
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The  following  Table  contains  the  results  of  the  comparisons  for  the  chronometer 
obtained  by  telephonic  communication  : — 

Table  XV. 


Date. 

Gain. 

Date. 

Gain. 

Jan.    3  to  Jan.    4,  1899     .     . 
,.      4  „     „       5,     „ 
,,      5  ),     .,       6,     „        .     . 
„      6  „    „       7,     „ 
„      7  „    „      9.    „ 
„      9  „    „     10.    „ 
„    10  „    „    11 

6*5  sees. 
6-5    „ 
7-0    „ 
6-5    „ 
12-5    „ 
70    „ 
7-0    „ 

Jan.  11  to  Jan.  14, 
»  14  „  „  16, 
„  16  „  „  23, 
1,  23  „  „  30, 
„    30  „  Feb.    6, 

Feb.  6  „  „  13, 
,.   13  „    „     20, 

1899 

19-5  sees. 
12-0   „ 
48-5    „ 
49-0    „ 
46-0    „ 
48-5    „ 
48-5    „ 

Mean 

gain     .... 

7-0  sees,  in  24  hours. 

From  March  20  to  March  21  of  the  same  year  (1899)  the  gain  was  7*0  sees.  ;  from 
February  9  to  February  10,  1900,  the  gain  was  7*0  sees.  ;  from  Februaiy  10  to 
February  12  it  was  15*0  sees. 

In  August,  1898,  the  chronometer  was  taken  to  the  Observatory  for  two  weeks,  and 
daily  comparisons  were  made  with  the  standard  clock.  Its  rate  was  found  to  vary 
between  6  and  9  seconds  gain  per  day,  which  is  a  somewhat  greater  irregularity  than 
I  obtained,  although  the  mean  value  agrees  very  well  with  the  later  comparisons. 
In  rating  the  clock,  I  considered  it  safe  to  assume  the  rate  of  the  chronometer 
constant  to  within  a  second  from  day  to  day,  and.  equal  to  a  gain  of  7  sees. 

In  Table  XVI.,  I  give  the  comparison  of  the  clock  with  the  chronometer  from 
May,  1898,  to  the  close  of  the  present  work.  The  seconds  represent  the  loss  of  the 
clock  per  day,  and  are  not  corrected  for  the  rate  of  the  chronometer. 

In  Table  XVII.,  a  summary  of  the  previous  Table  is  given,  showing  the  greatest 
and  least  loss  per  month,  with  the  mean  loss  corrected  for  the  chronometer,  which  is 
obtained  by  subtracting  7  seconds.  As  far  as  possible,  the  rate  of  the  clock  was 
obtained  over  any  day  in  which  an  experiment  was  obtained. 
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Table  XVII. — Summary  of  Clock  Comparisons. 

Month. 

Greatest  loss 
in  seconds. 

Least  loss 
in  seconds. 

Mean  loss 
in  seconds. 

Mean  loss 

corrected  for  rate 

of  chronometer. 

May,         1898 
June, 
July, 

August,       „ 
September  „ 
December,   „ 
January,    1899 
February,    „ 
March,        „ 
April,          „ 
May, 

Jiuie,          „     . 
September,  „     . 
October,      „     . 
November,  „ 
February,  1900 . 
March,         „ 

26 
33 
36 
37 
39 
29 
25 
22 
19 
20 
23 
36 
38 
40 
39 
23 
23 

25 
27 
32 
33 
36 
23 
21 
18 
18 
18 
21 
29 
37 
38 
31 
22 
19 

26 
30 
34 
35 
38 
26 
23 
20 
19 
19 
22 
32 
38 
39 
36 
23 
21 

19 
23 
27 
28 
31 
19 
16 
13 
12 
12 
15 
26 
31 
32 
28 
16 
14 

The  rate  of  loss  diminishes  in  winter  and  just  doubles  during  summer.  This  is 
probably  due  to  the  effect  of  the  dry  furnace  heat  in  the  building  during  winter  on 
the  wooden  pendulum  of  the  clock,  in  contrast  to  the  more  humid  climate  of  the 
summer  months.  The  furnace  fires  are  started  about  the  month  of  November  and 
discontinue  some  time  in  April. 

Sec.  3e. — Measurement  of  Weight. 

In  all  the  older  methods  of  calorimetry,  the  question  of  evaporation  of  the  water 
becomes  a  serious  one  for  consideration.  In  the  present  experiments  there  were  no 
such  difficulties.  The  stream  of  water  flowing  from  either  one  of  the  two  nozzles  on 
the  outflow  end  of  the  calorimeter  was  caught  in  a  weighed  flask,  which  was  fitted 
with  a  rubber  stopper  through  which  the  nozzle  passed.  Through  a  second  hole  in  the 
stopper  a  tube  was  fastened  containing  calcium  chloride,  so  that  the  air  in  the  flask, 
displaced  by  the  inflowing  water,  passed  through  the  calcium  chloride.  At  no  point 
between  the  calorimeter  and  the  interior  of  the  flask  did  the  water  come  in  contact 
with  air. 

In  fig.  8  a  drawing  of  the  flask  is  given,  showing  the  position  of  the  calcium-chloride 
tube.  The  hole  through  which  the  nozzle  of  the  calorimeter  is  thrust  is  closed,  when 
the  flask  is  removed,  by  a  glass  stopper.  A  similar  stopper  closes  the  end  of  the 
calcium-chloride  tube  and  prevents  the  absorption  of  water  vapour  from  the  air. 

The  capacity  of  each  of  the  two  flasks,  which  were  used  in  the  experiments,  was 
about  750  cub.  centims,,  but  the  amount  of  water  weighed  in  them  was  never  more 
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Fig.  8. 


than  650  cub.  centims.,  and  usually  varied  from  350  to  600  grammes.  The  weight  of 
the  flasks  was  taken  empty,  just  previous  to  a  determination  of  the  flow  and  after 
they  had  stood  for  some  time  unstoppered  inside  the  balance  case.    The  interior  of  the 

flasks  was  always  wet  on  account  of  the  water 
which  had  been  weighed  in  them  on  a  previous 
occasion. 

The  weight  was  taken  on  a  large  Oertling 
balance,  which  proved  to  be  most  suitable  for  the 
purpose.  It  was  sensitive  to  less  than  1  milli- 
gramme with  500  grammes,  which  gave  a  measure 
of  the  weight  to  a  sufficient  accuracy.  The 
weights  used  were  brass,  and  were  one  of  several 
sets  supplied  us  by  Oertling.  They  were 
kept  entirely  for  the  present  purpose.  It  is 
exceedingly  unlikely  that  their  errors  would 
amount  to  as  much  as  i  milligramme,  especially 
as  the  several  sets  sent  us  by  Oertling  agreed 
much  closer  than  that,  and  the  different  weights 
in  the  same  set  agreed  very  closely  amongst  themselves.  Even  if  it  could  be  imagined 
that  the  sum  of  the  errors  of  the  weights  used  in  any  given  weighing  could  have 
amounted  to  10  milligrammes,  that  would  have  produced  an  error  in  the  estimation  of 
the  flow  of  only  1  part  in  50,000,  whereas  it  is  most  probable  that  the  error  was  not 
so  much  as  a  tenth  of  this. 

The  correction  to  be  applied  to  the  weight  for  the  ratio  of  the  arms  of  the  balance 
was  found  to  be  less  than  1  in  100,000  for  the  weights  used. 

In  the  reduction  of  the  weight  of  the  water  in  the  flask  to  weight  in  vacuum,  it  is 
necessary  to  correct  for  the  presence  of  water- vapour  in  the  displaced  air.  This  water- 
vapour  is  retained  in  the  calcium-chloride  tube  when  the  air  is  driven  out  and 
therefore  appears  not  only  in  the  weight  of  the  flask  empty,  but  when  it  contains  the 
weight  of  water.  It  is  consequently  eliminated  from  the  final  weight.  The  actual 
weight  of  air  displaced,  however,  is  less  than  it  otherwise  would  be,  by  the  presence 
of  the  water- vapour.  In  applying  this  correction  it  may  be  assumed  that  the  air  inside 
the  flask  is  completely  saturated  with  water- vapour  at  the  temperature  of  weighing. 

Where  brass  weights  are  used  the  ratio  of  the  weight  in  vacuum  to  the  weight  in 
air  is  given  by  the  expression 

Wfo^.  _  A    .   J^  _  M 
Wair  ~  V     "^    S         8a)' 


where  for  the  calculation  of  X/  we  can  use  the  formula 


x,= 


p  —  p 
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In  this  case  Xq  =  -001293  ;  P  =  760  ;  p  =  the  observed  baxometric  pressure  at  the 
time  of  weighing  ;  p  =  the  vapoiir- tension  of  water  at  the  temperature  of  weighing. 

This  latter  correction  for  the  water- vapour  is  small  and  amounts  to  about  2  parts  in 
100,000  on  the  flow  at  the  usual  room  temperature.  In  applying  this  correction,  it 
was  necessary  to  have  the  water  enter  the  flasks  at  the  temperature  of  the  room, 
which  was  very  nearly  the  temperature  of  the  balance  case.  This  was  important, 
especially  when  the  calorimeter  was  at  a  temperature  very  different  to  the  room 
temperature.  A  cooler,  consisting  of  a  bath  through  which  a  constant  stream  of  water 
could  be  made  to  flow,  was  arranged  adjacent  to  the  calorimeter,  so  that  the  outflowing 
water  from  the  calorimeter  was  passed  through  a  spiral  of  copper  tube  immersed  in 
the  water  before  passing  through  the  switch-over  device  into  the  flasks.  The  tem- 
perature of  the  cooler  was  maintained  near  the  temperature  of  the  room  by  controlling 
the  temperature  of  the  stream  of  water  by  a  gas  flame.  A  stirrer  was  also  fitted  up 
for  the  bath. 

A  small  change  in  temperature  of  the  cooler,  during  the  time  of  an  experiment, 
required  a  small  correction  to  the  flow.  This  depended  only  on  the  readings  of  a 
thermometer  in  the  cooler- water  just  previous  to  the  switching  over  of  the  flow  into 
the  weighed  flask,  and  just  after  it  was  turned  off  from  the  flask  at  the  end  of  the 
interval.  If  dt  represents  the  change  in  temperature  obtained  from  the  two  readings, 
V  the  weight  of  water  filling  the  copper-spiral  in  the  cooler,  and  a  the  coefficient  of 
expansion  of  water,  then  the  correction  to  be  applied  to  the  flow  is  avdt.  When  dt  is 
of  the  order  of  a  degree,  this  correction  is  just  negligible  for  the  volume  of  the  total 
length  of  copper-tube  used,  which  contained  about  22  grammes  of  water. 

Sec.  4. — Description  of  the  Apparatus  and  Method  of  Making  the  Experiments. 

The  Calonmeter. — A  general  plan  of  the  calorimeter  is  shown  in  fig.  1  (p.  153).  The 
first  three  calorimeters  were  made  at  Bonn,  and  sent  out  to  the  laboratory  imexhausted. 
We  exhausted  the  vacuum-chamber  of  two  of  these,  but  the  third  one  was  not  used 
owing  to  tlje  adoption  in  later  experiments  of  a  sUghtly  different  design.  They  all 
had  the  same  dimensions,  with  a  fine-bore  flow-tube  2  miUims.  inside  diameter  and 
50  centims.  long,  which  was  fused  at  both  ends  to  larger  tubes  25  centims.  long  and 
1  '8  centim.  inside  diameter.  These  larger  tubes  were  sealed  into  the  vacuum-jacket 
made  from  a  glass-tube  4  centims.  in  diameter.  The  seal  at  each  end  was  made  at 
about  the  middle  of  the  larger  flow-tubes,  at  a  point  about  1 1  centims.  from  the  end 
where  the  fine-bore  tube  was  sealed  on.  Two  side  tubes  were  sealed  into  the  larger 
tubes  at  each  end,  but  were  eventually  done  away  with  in  the  later  design,  with  the 
exception  of  one  on  the  inflow  end.  The  vacuum-jacket  was  exhausted  on  a  large 
five-fall  Sprengel  pump  with  a  McLeod  gauge  for  determining  the  vacuum,  and  con- 
nected to  the  pump  by  a  side  tube  fiised  into  the  glass  of  the  chamber.  When 
exhausted  sufficiently,  to  a  vacuum  of  about  '002  mlQim.  as  shown  by  the  gauge,  the 
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connecting  tube  was  fused  together  on  the  pump  so  that  the  vacuum  chamber  was 
permanently  and  hermetically  sealed.  The  jacket  was  carefully  heated  during 
exhaustion  so  as  to  drive  off  water- vapour  and  occluded  gas  from  the  glass. 

Three  other  calorimeters  have  been  made  by  Eimer  and  Amend  of  New  York, 
since  September,  1898.  The  vacuum  jackets  of  these  were  all  exhausted  by  them 
while  heating  the  calorimeter  in  an  asbestos  oven.  These  calorimeters  were  of 
a  similar  design  to  the  eariier  ones,  except  in  having  only  one  side  tube  at  the  inflow 
end,  and  in  having  fine-bore  flow  tubes  of  different  sizes,  ranging  from  2  miUims.  to 
a  little  over  3  millims.  One  of  the  calorimeters  was  prepared  with  phosphorus 
pentoxide  in  the  vacuum  chamber,  but  this  proved  to  be  rather  a  drawback  than 
otherwise,  because  of  the  greater  capacity  for  heat  of  the  calorimeter  introduced  by 
the  PgOg.  It  was  essential  to  have  the  jacket  very  perfectly  exhausted  to  avoid  the 
heat-loss  due  to  convection  currents  of  air,  which  acted  in  such  a  way  as  to  make  the 
radiation  loss  appear  large  and  uncertain.  Small  losses,  however,  from  conduction 
and  convection  in  the  residual  vapours  in  the  jacket  produced  no  errors  on  account  of 
the  steady  temperature  conditions  during  an  experiment.  The  radiation  loss  would 
depend  on  the  state  of  the  glass  surface,  but  would  apparently  be  increased  at  the 
lower  temperatures,  after  the  calorimeter  had  been  maintained  for  several  hours 
during  an  experiment  at  one  of  the  higher  points.  It  was  impossible  always  to  count 
on  the  constancy  of  the  heat-loss  from  one  experiment  to  another,  even  with  one 
calorimeter  at  the  same  temperature,  as  it  depended  so  much  on  the  past  history. 
The  change  in  heat-loss  occasioned  by  the  driving-off  of  occluded  gases  and  vapours 
from  the  glass  when  the  calorimeter  was  at  a  high  temperature  took  place  so  slowly 
that,  during  an  experiment  extending  over  several  hours,  no  measurable  alteration  in 
it  could  be  noticed.  This  same  effect  of  a  slight  change  in  heat-loss  from  time  to 
time  was  also  noted  in  the  calorimeter  used  for  the  mercury  experiments. 

In  fig.  9  is  given  a  cross -section  of  the  calorimeter  and  interior  fittings  in  place,  in 
the  water-jacket.  The  thermometer  bulbs  are  shown  included  in  their  glass  cases. 
These  cases  were  about  9  millims.  in  diameter,  and  extended  the  full  length  and 
a  little  beyond  the  ends  of  the  outflow  and  inflow  tubes.  The  ends  of  the  thermo- 
meter cases  over  the  bulbs  were  enclosed  in  thin  copper  cylinders,  gold-plated,  about 
10  centims.  long.  These  copper  cylinders  served  the  double  purpose  of  preventing 
generation  of  heat  in  the  vicinity  of  the  thermometer  bulbs  by  the  electric  heating 
current,  and  of  helping  to  equalize  the  temperature  of  the  water  around  the  bulbs. 
The  heating  current  was  conveyed  to  the  copper  cylinders  by  eight  No.  12  copper 
wires  at  each  end,  which  were  soldered  into  slits  cut  for  them  in  the  ends.  The 
cylinders  were  made  with  closed  ends,  in  one  of  which  a  hole  was  made  for  soldering 
in  the  platinum  heating  wire,  and  in  the  other  a  special  screw  clutch  for  catching  the 
wire  after  the  cylinders  were  put  in  place  in  the  calorimeter.  Sections  of  the 
cylinders  are  given  in  fig.  10. 

The  central  heating  wire  for  the  fine-bore  tube  was  made  in  three  ways ;  either 
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a  central  solid  platinum  wire  about  '4  millims.  in  diameter,  or  six  strands  made  up 
of  6-millim.  platinum  wire  in  parallel,  or  a  flat  wire  twisted  into  a  spiral  down  the 
fine  tube.  Of  these  the  first  proved  to  be  the  most  satisfactory  and  gave  the  steadiest 
results  when  held  central  in  a  tube  by  a  silk-covered  rubber  cord  wound  around  it  in 
spirals  of  about  1  centim.  The  stranded  heating- wire,  although  excellent,  was  more 
difficult  to  handle,  especially  in  putting  the  fittings  of  the  calorimeter  together.  The 
flat  wire  did  not  require  to  have  the  rubber  band  wound  around  it,  and  it  was  of  the 
full  width  of  the  tube.     It  was  very  difficult  indeed  to  arrange  the  interior  of  the 
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Fig.  10. 

calorimeter  when  using  this  form  of  twisted  heating- wire,  as  a  small  strain  on  the 
wire  was  almost  sure  to  tear  it  apart.  Moreover,  in  all  experiments  such  as  these, 
where  water  is  heated  by  an  electric  current  conveyed  in  a  wire,  the  temperature  of 
the  wire  is  always  above  that  of  the  water,  so  that  as  this  form  of  wire  touched  the 
sides  of  the  glass-tube  the  heat-loss  was  increased  by  the  heating  of  the  glass- tube  at 
the  points  where  it  was  in  contact  with  the  wire.  Still,  this  arrangement  gave 
excellent  results  for  two  calorimeters  in  which  it  was  tried,  and  served  as  a  satisfactory 
check  on  the  results  obtained  by  the  other  heating- wires.  The  solid  heating-wire 
was  finally  adopted  as  offering  the  least  mechanical  difficulties. 
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In  fitting  the  copper  cylinders  into  place,  they  were  each  wound  with  a  small 
rubber  tube,  shown  in  section,  in  fig.  9.  Through  these  rubber  tubes  on  the  two 
cylinders  small  copper  wires  were  placed,  and  soldered  to  the  ends  near  the  heating- 
wire.  These  copper  wires  served  both  as  potential  terminals  as  well  as  a  method  of 
holding  the  rubber  tubes  in  place  on  the  copper  cylinders.  The  rubber  tube  served 
three  purposes ;  the  holding  of  the  cylinders  central  and  firm,  the  stirring  of  the 
water  as  it  flowed  around  the  thermometer  bulbs,  and  the  insulation  of  the  potential 
leads. 

The  platinum  heating- wire  was  fused  at  one  end  to  a  copper  wire  of  the  same  size, 
which  was  in  turn  soldered  with  pure  tin  into  the  hole  in  the  end  of  cylinder  B, 
fig.  10.  The  other  end  of  the  heating- wire  was  soldered  with  tin  directly  to  three 
copper  wires,  which  served  to  draw  the  platinum  wire  into  place  in  the  fine-bore 
tube. 

When  cylinder  B,  which  was  placed  in  the  outflow  end  of  the  calorimeter,  was 
shoved  down  into  place  as  fiir  as  it  would  go,  the  heating-wire  was  about  3  centims. 
shorter  than  the  fine  tube  at  the  further  or  inflow  end.  The  three  copper  wires, 
which  were  attached  to  the  heating- wire  and  protruded  from  the  calorimeter  tube, 
were  pushed  through  slits  cut  for  them  between  the  copper  screw  and  nut  (shown  in 
fig.  10)  on  cylinder  A.  These  three  wires  could  be  drawn  through  readily  with  the 
screw  only  partly  in  place,  and  in  this  way  by  pulling  the  wires  through,  cylinder  A 
was  shoved  down  the  calorimeter  tube  into  its  place  in  the  inflow  tube.  When  in 
place  a  screw-driver  was  inserted,  and  a  jack  to  hold  the  cylinder  from  turning,  and 
the  copper  screw  turned  into  place.  When  it  reached  the  part  of  the  thread  where 
the  slits  ended,  the  three  wires  were  firmly  gripped  between  the  thread  and  screw. 
The  copper  screw  was  smoothed  on  the  end  so  as  not  to  cut  through  the  wires,  but 
simply  to  jamb  them  against  the  screw  thread.  When  sufficiently  firm  a  specially 
constructed  cutter  was  introduced,  and  the  wires  cut  off  just  at  the  head  of  the 
copper  screw,  this  left  the  cylinder  firmly  attached  to  the  heating-wire  by  the  three 
copper  wires.  The  glass-tubes  for  the  differential  thermometers  were  placed  in  the 
two  ends  of  the  calorimeter,  and  slid  into  the  two  cylinders  prepared  for  them.  The 
tubes  were  put  in  empty,  as  it  was  found  better  to  introduce  the  thermometers 
themselves  after  the  calorimeter  was  fitted  up  and  in  place  in  the  water-jacket.  The 
ends  of  the  calorimeter  were  closed  watertight  by  means  of  a  rubber  stopper  placed 
on  each  glass  thermometer  tube  near  the  end  of  the  calorimeter  tube.  The  eight 
copper  wires  at  the  ends  were  placed  in  slits  prepared  for  them  in  the  rubber  stoppers 
together  with  the  two  rubber  tubes  containing  the  potential  terminals.  Rubber 
cement  was  then  placed  over  the  surface  and  allowed  to  dry.  A  strip  of  rubber 
sheet,  also  covered  with  rubber  cement,  was  placed  so  as  to  surround  each  rubber 
stopper  and  a  portion  of  the  end  of  the  calorimeter,  and  on  being  cemented  together 
formed  a  sleeve.  This  rubber  sleeve  was  then  firmly  wired  in  place  around  the  rubber 
stopper  and  wires,  and  also  around  the  calorimeter  tube.     The  ingress  for  the  water 
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was  by  the  glass  side  tube  in  the  inflow  end.  The  egress  was  by  a  glass- tube  placed 
through  a  hole  in  the  rubber  stopper  closing  the  outflow  end. 

The  calorimeter  was  held  in  place  in  the  water-jacket  by  heavy  rubber  caps  specially 
made  to  withstand  hot  water.  On  the  inflow  end  of  the  calorimeter  the  cap  was 
placed  at  the  end  so  as  to  include  the  whole  length  of  tube  in  the  water-jacket.  On 
the  outflow  end  the  cap  was  drawn  up  to  the  vacuum-jacket.  Side  tubes,  cemented 
into  the  rubber  caps,  served  to  hold  them  on  the  calorimeter.  The  calorimeter  was 
shoved  lengthwise  through  the  water-jacket  and  the  caps  sprung  into  place  over 
the  ends. 

The  length  of  outflow  tube  protruding  from  the  jacket  was  heavily  lagged  with 
flannel  strips  wound  round  it.  As  the  outflowing  water  was  made  to  flow  the 
complete  length  of  the  outflow  tube  over  the  wires  leading  in  the  electric  current, 
and  as  the  tube  itself  was  well  protected  from  outside  influences,  the  loss  of  heat  from 
the  water  in  the  outflow  tube  was  made  as  small  as  possible.  This  was  shown  very 
eflTectively  by  withdrawing  the  outflow  thermometer,  when  the  water  was  heated 
through  about  8®,  and  determining  the  temperature  at  different  points  down 
the  tube. 

The  glass-tube  placed  through  the  stopper  closing  the  outflow  end  of  the  calori- 
meter was  connected  with  a  short  rubber  tube  to  the  coil  of  tubing  in  the  water 
cooler,  which  in  turn  was  connected  in  a  similar  way  to  the  switch-over  device. 

Water-jacket  and  Circulating  System  with  Electro-thei^mal  Regulator. — The 
water-jacket  was  an  oval  tube  of  ^-inch  copper,  2  ft.  .9  in.  long,  with  two  lateral 
tubes  1  inch  from  each  end  on  the  under  side.  The  jacket  was  6  centims.  wide  and 
8  centims.  high.  On  the  other  narrow  end  of  the  oval  two  other  lateral  openings 
were  made,  one  in  the  middle  for  a  thermometer  to  obtain  the  temperature  of  the 
jacket  water,  and  the  other,  which  could  be  closed  or  opened  at  will,  for  an  exit  for 
accumulated  air  from  the  circulating  water.  The  water  in  the  jacket  was  circulated 
by  means  of  a  centrifugal  pump  run  by.  a  water-motor  attached  to  the  high-pressure 
mains  in  the  laboratory.  The  water  was  drawn  from  the  bottom  of  a  large  10-gallon 
copper  tank  through  the  jacket  to  the  pump,  when  it  was  thrown  back  again  into 
the  top  of  the  tank.  The  whole  system  of  circulating  tubes  formed  a  chain  round 
which  the  water  was  constantly  circulating.  No  water  either  left  or  entered  the 
system,  except  that  lost  by  evaporation,  and  that  was  exceedingly  small  except  for 
the  higher  points.  The  circulating  tubes  were  about  4  centims.  in  diameter,  and  the 
pumping  was  sufficient  to  supply  a  solid  column  of  water  from  the  tubes  into  the 
tank.  The  tank  as  well  as  the  water-jacket  and  circulating  tubes  were  all  heavily 
lagged.  For  the  higher  temperatures  a  device  was  fixed  to  the  tank  to  make  up  for 
the  evaporation  from  the  hot  water,  and  to  keep  it  always  at  the  same  level.  This 
was  most  important,  to  prevent  the  exposure  of  part  of  the  bulb  of  the  thermo- 
regulator  by  the  lowering  of  the  water  level  in  the  tank. 

In  order  to  maintain  the  jacket  at  a  constant  temperature,  a  thermo-regulator  was 
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fitted  up  in  the  large  tank,  similar  to  the  one  described  by  GouY  (*  Journ.  de 
Physique/  vol.  6,  p.  479,  1897).  Fig.  11  contains  a  drawing  of  this  regulator  with 
its  attachments.  A  bulb  of  glass  A,  containing  about  300  cub.  centims.  of  toluene 
resting  on  a  mercury  surface  B,  is  connected  to  a  fine  heavy-walled  tube  about 
1  millim.  inside  diameter,  through  which  the  mercury  at  B  is  made  to  pass  by  the 
expansion  or  contraction  of  the  toluene.  A  three-way  glass  tap  allows  the  mercury 
to  pass  either  into  the  reservoir  C,  or  up  into  the  tube  E.  A  platinum  wire  point  is 
attached  to  a  copper  wire  and  drawn  up  and  down  about  4  millims.  by  a  pivot  on 
the  wheel  F,  worked  by  a  worm-wheel  from  the  pulley  Cp 

In   this   method,  which  is  the  distinctive  feature   of  the  Gouy   regulator,   the 
platinum  point  never  sticks  to  the  mercury  surface,  and  consequently  gives  a  sharper 
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Fig.  11. 

and  more  definite  electrical  connection  between  the  thread  of  mercury  in  E  and  the 
wire.  Connections  were  taken  from  this  to  a  telegraphic  relay,  which  was  so 
arranged  as  to  throw  in  and  out  a  heating  lamp  placed  in  the  tank.  The  arrange- 
ment is  shown  in  fig.  12. 

When  the  relay  is  inactive,  the  terminals  of  the  lamp  are  short-circuited  by  the 
arm  extending  between  the  mercury  cups  a  and  6,  and  the  full  current  is  permitted 
to  pass  through  the  lamp  B.  When  the  relay  is  excited,  the  arm  ah  is  raised  and 
the  circuit  broken  at  a,  so  as  to  bring  the  lamps  A  and  B  in  series.  Lamp  A  was  a 
16 -candle-power  lamp  of  200  ohms  resistance,  while  B  was  either  a  3 2 -candle-power 
lamp  of  100  ohms  resistance,  or  a  50-candle-power  lamp  of  about  60  ohms  resistance. 
Either  of  the  two  heating  lamps  in  series  with  lamp  A  was  reduced  in  heating  power 
over  one-fourth  of  its  full  amount.     The  relay  was  made  active  by  the  closing  of  the 
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connection  between  the  wire  and  mercury  column,  and  was  supplied  by  either  one  or 
two  accumulators.  This  form  of  regulator  works  exceedingly  well,  and  is  much  to 
be  recommended. 

The  electric  heating  lamp  has  practically  no  lag,  so  that  the  effect  known  as 
"  hunting  "  was  not  apparent.  The  bulb  of  the  regulator  was  long  and  narrow,  and 
extended  the  whole  height  of  the  water  in  the  tank.  For  high  temperatures,  lamp  B 
could  not  supply  enough  heat  to  make  up  for  the  loss  from  the  circulating  system  to 
the  surrounding  air,  so  that  an  auxiliary  gas  flame  was  necessary,  which  was  placed 
under  the  centrifugal  pump,  and  was  supplied  by  a  large  constant-pressure  gas 
regulator  situated  in  the  basement  of  the  building.  The  final  amount  of  heat 
necessary  to  keep  the  apparatus  at  the  temperatures  of  the  experiment  required, 
was  supplied  by  the  lamp  B,  which  thus  acted  as  a  fine  adjustment  over  and  above 
the  heat  supplied  by  the  gas  flame.  For  very  high  points  it  was  necessary  to  main- 
tain a  second  gas  flame  under  the  large  copper  tank,  which  was  arranged  on  three 
brick  supports  for  this  purpose. 


Fig.  12. 


The  water-motor  which  operated  the  pump  in  the  circulating  system  ran  at  a  very 
constant  speed,  on  account  of  the  very  steady  pressure  of  the  water  in  the  high- 
pressure  mains.  This  aided  very  much  in  ensuring  perfect  regulation.  Several 
stirrers  in  the  apparatus  were  also  operated  by  the  water-motor  from  a  pulley 
directly  connected  to  it.  One  of  the  stirrers  was  placed  in  the  tank  and  shown 
connected  with  the  pulley  C,  in  fig.  11.  This  helped  to  keep  the  water  throughout 
the  tank  thoroughly  mixed.  It  was  connected  to  the  pulley  of  the  water-motor 
by  a  leather  strap.  Another  cord  was  taken  to  the  stirrer  in  the  standardized 
resistance  oil-bath,  and  a  third  to  the  stirrer  in  the  cooler  in  the  outflow  end  of  the 
calorimeter  shown  in  fig.  13.  A  general  idea  may  be  obtained  of  the  arrangement 
of  the  apparatus  by  reference  to  fig.  13. 

The  accompanying  photographs  are  added  to  give  some  idea  of  the  appearance 
and  arrangement  of  the  apparatus.     Fig.  14  is  a  side  view,  and  fig.  15,  a  bird's-eye 
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view,  taken  from  the  ceiling.     Corresponding  parts  ot  the  apparatus  are  indicated  by 
the  same  letters  in  the  two  plates. 

Fig.  14,  is  taken  looking  towards  the  slate  slab  along  one  side  of  the  laboratory  on 
which  the  greater  part  of  the  apparatus  was  arranged.  The  water-motor  A,  which 
supplied  the  driving  power  for  the  circulation  and  all  the  stirrers,  is  seen  on  the 
extreme  right.  B  is  the  heater,  containing  a  centrifugal  pump  driven  direct  from 
the  motor,  which  delivers  the  water  into  the  regulator  tank  C  (fig.  14)  through  a 
large  rubber  hose.  Behind  the  tank  is  the  hypsometer  T,  which  was  employed  for 
pre-heating  the  distilled  water  at  the  higher  temperatures,  and  the  water-bath  P, 
containing  the  tube  resistances  for  regulating  the  flow  of  the  distilled  water.  The 
distilled  water  reservoirs  were  on  the  floor  above.  D  is  the  ebonite  box  containing 
the  standard  resistances  for  current  measurement  immersed  in  oil  with  a  stirrer 
driven  by  the  central  pulley  (fig.  5).  E  is  the  copper  water-jacket  (fig.  11)  containing 
the  calorimeter,  swathed  in  flannel,  and  connected  by  rubber  hose  on  one  side  to  the 
regulator  tank  C,  and  on  the  other  to  the  circulating  pump  B.     F  is  the  switch-over 


Fig.  13. 

tap  (fig.  7)  for  delivering  the  flow  into  either  of  the  two  flasks  G  (fig.  8),  and 
automatically  recording  the  time  of  the  switching  over  on  the  electric  chronograph, 
the  cylinder  of  which  is  marked  Q  in  fig.  15.  In  the  background  of  fig.  14,  on 
the  slate  slab  to  the  left  are  seen,  H  the  Thomson- Varley  slide-box,  and  K  the 
100,000-ohm  galvanometer.  Nearer  the  middle  at  M  is  the  20-ohm  galvanometer 
for  the  platinum  thermometers.  These  are  all  beyond  the  range  of  fig.  15.  L  is  the 
zigzag  platinoid  rheostat  for  regulating  the  main  current  so  as  to  obtain  the  desired 
rise  of  temperature  in  each  case. 

On  the  small  table  at  the  side  in  fig.  15  is  seen  the  compensated  resistance  box  R 
for  the  differential  platinum  thermometers,  with  small  auxiliary  boxes  for  current 
regulation.  S  is  the  rubber  tube  containing  the  leads  to  the  heating  lamp  in  the 
tank  C.  The  relay,  (fig.  14)  worked  by  the  regulator  in  the  tank,  and  the  shunt 
lamp  are  seen  at  Q  in  fig.  14,  but  are  hidden  by  the  jacket  E  in  fig.  15.     The  Clark 
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cell  tanks  and  regulator  are  not  shown  in  either  view.     They  were  at  the  other  end 
of  the  laboratory. 

Water  Supjyly  for  Calorimeter. — The  water  supplied  to  the  calorimeter  passed 
through  40  feet  of  pure  block-tin  tube,  ^  inch  in  diameter,  coiled  up  in  the  constant 
temperature  tank.  After  passing  through  this  and  taking  the  temperature  of  the 
jacket  water,  it  was  passed  from  the  tank  to  the  water-jacket  and  into  the 
calorimeter  through  a  rubber  tube  placed  inside  the  water  circulating  tube.  By 
this  means  the  water,  after  entering  the  tank,  was  entirely  in  the  circulating  system 
until  it  flowed  out  of  the  calorimeter.  The  head  of  water  to  maintain  a  steady  flow 
was  supplied  from  a  reservoir  placed  on  the  floor  above,  and  was  connected  to  the 
apparatus  by  a  glass-tube  passed  through  a  hole  in  the  floor.  In  order  to  vary  the 
supply,  the  water  was  passed  through  a  series  of  fine  tub^s  acting  a^s  resistances, 
which  could  be  short-circuited  by  larger  tubes  connected  across  them.  These  larger 
tubes,  offering  no  resistance,  were  thick-walled  rubber  tubes  and  connected  to  the 
ends  of  the  fine  tubes  by  T-pieces.  When  the  water  was  to  be  passed  through  the 
fine  tubes,  the  rubber  tube  was  simply  closed  with  a  pinch-cock.  The  resistance 
tubes  were  two  principal  ones,  1  metre  long  and  1  millim.  in  section,  and  three  lesser 
ones  for  fine  adjustments.  These  were  all  immersed  in  a  water-bath  to  keep  them 
from  changing  in  temperature  suddenly,  and  thereby  producing  a  change  in  the  flow 
by  changing  the  viscosity  of  the  water. 

No  device  was  used  to  maintain  a  constant  head,  as  a  slight  falling-off  in  the  flow 
was  rather  an  advantage  than  otherwise,  as  it  tended  to  compensate  for  the  slight 
falling-off  in  the  electric  current  supplied  to  the  calorimeter  by  the  large  accumulators. 
Two  large  bottles,  holding  about  4  gallons  each,  formed  the  head  and  were  connected 
in  parallel.  A  layer  of  heavy  paraffin  oil  was  put  over  the  water  to  prevent 
absorption  of  air  by  the  distilled  water,  which  was  always  used  for  the  experiments. 
This  was  supplied  to  the  bottles  in  sufficient  quantity  for  about  two  experiments,  and 
was  run  in  under  the  oil  through  a  T-connection  in  the  tube  connecting  the  two 
bottles  together*  and  with  the  supply  tube  for  the  apparatus.  The  water  was  first 
boiled  in  a  large  copper  tank,  and  while  still  boiling  was  siphoned  over  into  the 
bottles.  It  was  allowed  to  cool  before  being  used  for  an  experiment.  This  method 
of  boiling  the  water  was  used  for  all  the  earlier  experiments  below  60°  C. ;  but  it  was 
found  impossible  to  obtain  steady  conditions  of  flow  above  this  limit,  owing  to  the 
liberation  of  air  inside  the  calorimeter  even  from  the  boiled  water.  This  was  some- 
what surprising  and  delayed  the  attainment  of  the  final  measurements  at  the  high 
temperatures.  It  appears  that  to  remove  the  last  trace  of  air  from  boiled  water,  it  is 
necessary  to  submit  it  to  extreme  agitation.  Sufficient  agitation  was  supplied  to  the 
water,  as  it  ran  through  the  fine-bore  tube  of  the  calorimeter,  to  set  free  some  of  the 
air  retained  by  the  boiling  water  when  it  was  run  into  the  bottles  under  the  oil. 

It  was  found  necessary  to  devise  some  method  of  preparing  absolutely  air-free 
water  before  readings  at  the  higher  points  could  be  ol)tained.     To  do  this  I  found. 
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after  repeated  trials  with  other  arrangements,  that  it  was  necessary,  in  order  to 
separate  the  air  from  the  water,  to  drive  the  latter  into  steam  and  condense  it  again 
in  an  air-free  medium,  and  at  the  same  time  draw  off  the  air  before  it  had  a  chance' 
to  dissolve  again.  The  method  adopted  finally  was  to  exhaust  the  air  over  the  oil  in 
the  two  bottles  by  connecting  with  a  water-pump  ^  while  the  boiling  water  from  the 
copper  tank  was  running  in.  In  this  way,  by  introducing  a  slight  constriction  in  the 
siphon  tube,  such  as  a  connection  made  from  a  small-bore  rubber  tube,  the  water  in 
the  tube  separated  into  steam  just  past  the  constriction,  and  was  condensed  in  the 
cold  water  already  in  the  bottles  from  a  previous  filling.  The  air  was  at  the  same 
time  sucked  up  through  the  oil  and  carried  off  by  the  pump.  It  was  a  matter  ot 
considerable  surprise  to  see  the  amount  of  air  thus  drawn  off. 

Afler  adopting  this  method  of  filling  the  bottles,  there  was  no  further  trouble  from 
air  appearing  inside  the  calorimeter,  even  as  high  as  90°  C.  When  working  at  high 
temperatures,  the  distilled  water,  before  it  passed  into  the  constant  temperature 
tank,  was  passed  through  a  spiral  of  tin  tube  in  a  steam-jacket.  Instead  of  increasing 
the  heat-loss  of  the  circulating  system  by  introducing  cold  water  into  the  tank,  a 
small  quantity  of  heat  was  supplied  by  this  means  to  the  tank  by  the  water  flowing 
in  from  the  steam-jacket.  Moreover,  the  steam-jacket  was  a  check  on  the  state  of 
the  water,  air  bubbles  being  generated  if  the  water  was  not  perfectly  air-free.  The 
water  which  was  run  through  the  calorimeter  was  never  used  a  second  time,  although 
it  might  just  as  well  have  been.  Fresh  distilled  water  was  so  easily  prepared  by 
means  of  a  small  water  still  in  the  laboratory  that  it  was  deemed  unnecessary  to  use 
it  twice. 

A  constant-level  head  was  arranged  near  the  apparatus  to  supply  water  for  the 
cooler  for  the  outflowing  water ;  at  the  same  time  it  also  supplied  the  water  circula- 
tion for  the  standardized  resistance  oil-bath,  for  the  constant-level  device  of  the  tank, 
and  for  the  condenser  on  the  steam-jacket  used  at  the  higher  temperatures. 

Method  of  Mahing  an  Experiment. — Obviously  various  expedients  were  necessary 
in  order  to  have  the  jacket  maintained  at  a  constant  temperature  at  any  point  on  the 
scale  between  0°  and  100^  C.  For  the  experiments  near  0°  C.  the  regulator  was 
removed  entirely  from  the  tank,  which  was  then  filled  with  cracked  ice  and  water. 
A  wire  sieve  was  placed  over  the  stirrer  in  the  bottom  of  the  tank,  so  as  not  to  have 
its  action  interfered  with  by  the  ice,  as  well  as  to  prevent  any  ice  from  being  drawn 
into  the  circulating  tubes.  Wonderfully  steady  conditions  were .  produced  in  this 
way,  and  maintained  without  the  variation  of  a  hundredth  of  a  degree  for  over  an 
hour  at  a  time.  Between  the  measurements  with  each  flow  of  water  used,  which 
lasted  about  an  hour,  the  tank  was  replenished  with  ice.  Not  a  great  deal  of  ice  was 
required  for  this  replenishing,  since  only  about  one-quarter  of  the  tank-full  of  ice  was 
melted  in  the  hour.  From  50  to  60  lbs.  of  ice  were  melted  during  a  complete 
experiment,  although  considerably  more  was  used  to  cool  the  apparatus  down  to  the 
ice-point   before   the   experiment   was   started.     From   100  to   150  lbs.  of  ice  was 
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generally  required  for  a  complete  ice  determination.     It  may  be  said,  however,  that 
these  experiments  were  among  the  easiest  to  obtain. 

At  temperatures  intermediate  between  the  ice-point  and  room  temperature,  the 
regulator  was  used,  and  a  stream  of  cold  water  run  through  a  coil  of  metal  tube 
placed  in  the  tank.  Water  direct  from  the  water  mains  usually  sufficed  for  the 
cooler,  but  for  lower  temperatures  the  tap  water  was  run  first  through  a  coil  of  tube 
immersed  in  a  tank  of  ice.  The  desired  temperature  was  attained  through  the 
equilibrium  between  the  heat  supplied  by  the  lamp  in  the  tank  and  the  heat  absorbed 
by  the  water  flowing  through  the  circulating  tube.  The  tap  water  in  the  high- 
pressure  mains  varied,  from  about  5°  in  winter  to  about  18°  in  summer,  in  the 
laboratory  where  the  apparatus  was  located.  A  temperature  at  least  2°  lower  than 
the  desired  temperature  of  regulation  was  required  in  the  cooling  water.  The 
temperature  of  the  laboratory  varied  from  about  18^  to  25°  during  the  different 
seasons;  but,  in  general,  was  steady  to  1°,  and  often  less  during  an  experiment 
lasting  3  or  4  hours.  When  not  using  cooling  water  in  the  tank,  the  temperature  of 
the  apparatus  had  to  be  maintained  a  few  degrees  above  the  laboratory,  so  that  the 
regulator  could  make  up  for  the  loss  of  heat  to  the  surrounding  air.  Hence  a 
temperature  of  about  26°  or  27°  in  the  tank  was  the  most  convenient  point  at  which 
to  work,  which  for  an  8°  rise  in  the  calorimeter  gave  a  mean  temperature  of  about 
30°  C. 

As  the  temperatiu:e  of  the  jacket  was  increased  more  and  more  above  the  room 
temperature,  more  and  more  gas  was  required  to  aid  the  electric-heating  lamp  in 
maintaining  a  constant  temperature.  At  a  temperature  of  the  jacket  of  about 
90°  C.  two  gas  flames  were  required,  and,  in  addition,  the  50  c-p.  lamp.  Even  for 
the  highest  points  the  regulation  proved  to  be  most  satisfactory,  so  long  as  the  gas 
pressure  did  not  vary.  It  was  found  that  the  high  temperature  experiments  had  to 
be  taken  at  times  when  there  was  no  other  gas  being  used  in  the  building,  as  even  in 
using  the  large  constant-pressure  gas  governor  fluctuations  in  the  gas  pressure  in  the 
building  caused  perceptible  alterations  to  the  regulator.  Where  the  fluctuations 
were  small  and  regular,  the  jacket  water  seldom  varied  as  much  as  '01°  during  the 
time  for  obtaining  the  observations  for  each  flow,  even  at  the  highest  point 
attained.  The  wonderful  efficiency  of  the  regulator  and  circulating  system,  together 
with  the  preparation  of  air-free  water,  made  it  possible  to  obtain  the  observations  at 
the  higher  temperatures  with  almost  the  same  degree  of  accuracy  as  at  the  lower 
points. 

At  whatever  temperature  the  jacket  was  maintained,  and  before  the  electric-heating 
current  was  turned  on,  the  calorimeter  water  was  allowed  to  flow  through  the 
apparatus  for  some  time  after  the  steady  conditions  were  attained  by  the  regulator. 
The  balance-point  so  obtained  for  the  differential  thermometers  we  have  already 
termed  the  "  cold  "  readings,  in  contra-distinction  to  the  readings  obtained  when  the 
electric-heating  current  is  turned  on.     The  second  balance-point,  together  with  the 
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requisite  number  of  bridge  resistance-coils  required  to  compens^.te  the  rise  in  tem- 
perature in  the  water,  we  will  term  the  "  hot "  reading.  The  conduction  errors  at  the 
ends  of  the  apparatus  remained  the  same  for  both  readings,  except  (as  has  already 
been  pointed  out)  the  conduction  error  due  to  the  rise  in  temperature,  dO,  in  the  out- 
flow end.  It  was  therefore  possible  for  any  temperature  over  the.  scale  between 
0°  and  lOO*'  to  eliminate  the  conduction  errors  at  the  ends  of  the  apparatus  by  the 
"  cold  "  readings  in  a  very  simple  manner,  and  reduce  the  only  conduction  error  to  be 
considered,  i.e.,  that  due  to  the  rise  dd^  to  the  same  amount  all  over  the  scale.  Unless 
this  procedure  had  been  followed,  large  errors  would  have  been  incurred,  especially  at 
the  inflow  end  where  the  conduction  effect  was  the  largest. 

The  adjustment  of  the  electric  current  to  any  given  flow  was  made  by  varying  the 
number  of  accumulators,  or  by  inserting  a  number  of  platinoid  strips,  '02  ohm,  in 
series  in  the  rheostat.  While  the  conditions  became  steady  in  the  calorimeter  after 
turning  on  the  electric  current,  requiring  10  to  15  minutes,  the  weights  of  the  empty 
flasks  were  obtained  as  already  described.  One  of  these  was  then  aflSxed  to  one  of 
the  nozzles  on  the  calorimeter.  The  temperature  of  the  cooler  was  then  adjusted,  and 
the  preliminary  readings  of  the  potential  difference  across  the  standard  resistance  and 
calorimeter  obtained.  The  chronograph  being  started,  the  accurate  balance  ot  the 
two  Clark  cells  in  series  was  obtained,  together  with  the  temperature  of  the  Clark-cell 
bath.  The  other  conditions  remaining  steady  (including  the  thermo-regulator  in  the 
tank,  the  jacket  circulation  and  the  different  water  circulations  to  the  resistance  oil- 
bath,  cooler,  constant-level  device  and  steam-jacket  when  used,  as  well  as  the  thermo- 
regulation in  the  Clark-cell  bath)  the  flow  was  switched  over  into  the  weighed  flask 
at  a  given  moment,  which  was  recorded  automatically  on  the  chronograph.  The 
complete  set  of  observations  then  followed  in  order  for  15  minutes.  ThesiB,  besides 
the  temperature  of  the  cooler  at  the  beginning  and  end  of  the  interval,  were  made 
every  minute — first  minute  the  deflection  of  the  galvanometer  at  the  nearest  millimetre 
on  the  bridge-wire  for  the  balance-point  of  the  differential  thermometers,  then,  in 
succession  at  every  even  minute,  the  potential  balance  of  the  standard  resistance,  the 
reading  of  the  differential  thermometers,  potential  across  the  calorimeter,  reading  of 
the  thermometers,  potential  across  standard  resistance,  and  so  on,  including  at  the 
half-minutes  the  reading  of  temperature  of  standard-resistance  oil-bath,  jacket  water, 
air  temperature  and  temperature  of  thermometer  resistance  box,  although  this  last 
was  not  really  necessary. 

At  the  end  of  the  15  minutes,  to  the  nearest  second  by  the  watch  used  in  starting 
the  interval,  the  flow  was  switched  over  to  the  other  nozzle,  and  the  time  automatically 
recorded.  The  balance-point  of  the  Clark  cells  was  then  obtained,  together  with  their 
temperature.  On  changing  the  full  flask  for  a  second  empty  one,  a  second  set  ol 
readings  for  15  minutes  was  obtained,  without  otherwise  altering  the  conditions.  The 
extreme  steadiness  of  the  potential  balance  for  the  Clark  cells  made  it  quite  unnecessary 
to  have  it  recorded  oftener  than  just  before  and  just  after  the  15-minute  interval. 
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For  each  15  minutes  8  readings  in  all  were  obtained  of  the  differential  thermometers, 
which  were  separated  by  2  minutes  each,  the  last  one  being  taken  just  before  switching 
over  the  flow,  3  readings  of  the  potential  across  the  calorimeter  separated  by  4  minutes, 
and  4  of  the  potential  across  the  standard  resistance  also  separated  by  4  minutes. 
These  readings  were  always  corrected  to  the  middle  of  the  interval  to  correspond  to 
the  time  of  average  flow.  The  thermometer  readings  sometimes  increased  and  some- 
times decreased  during  the  interval,  depending  on  the  flow,  but  the  change  was  never 
more  than  '02°  or  '03°  over  the  1 5  minutes,  and  generally  much  less.  The  question 
of  the  lag  of  the  thermometers  and  of  the  thermal  capacity  of  the  calorimeter,  which 
amount  to  such  large  corrections  in  all  older  calorinietric  methods,  was  reduced  there- 
fore to  a  negligible  quantity.  The  potential  readings  on  the  Thomson- Varley  slide- 
box  of  the  calorimeter  and  standard  resistance  generally  fell  off  in  a  regular  way 
throughout  the  interval,  although  quite  often  they  remained  steady  altogether.  The 
fall  was  seldom  as  much  as  1  part  in  1000  during  the  entire  interval ;  hence  a  greater 
number  of  readings  was  unnecessary,  since  all  the  readings  were  taken  at  stated  times, 
which  were  even  minutes  recorded  from  the  seconds*  hand  of  the  watch  used  to  start 
the  flow  over  the  interval. 

In  the  earlier  experiments,  where  two  observers  took  the  observations,  simultaneous 
readings  could  be  made  of  the  temperature  and  potential  difference  every  minute. 
This  arrangement  was  of  course  preferable  to  the  other,  but  where  the  conditions 
remained  steady  a  large  number  of  readings  was  really  not  necessary.  When  any 
sudden  change  in  the  conditions  occurred,  such  as  in  the  regulation,  electric  current 
or  flow,  so  as  to  make  the  readings  unsteady,  these  readings  were  either  repeated 
during  another  interval  where  it  was  possible  to  restore  the  conditions  in  a  short  time, 
or  they  were  abandoned  altogether  until  such  other  time  as  the  complete  experiment 
could  be  repeated.  My  aim  was,  as  far  as  possible,  to  produce  a  series  of  measurements, 
over  the  entire  range  of  temperature  between  0°  and  100°,  under  as  steady  and 
uniform  conditions  as  possible. 

The  number  of  flows  usually  taken  in  a  complete  experiment  was  two,  but  some- 
times three.  Other  flows  were  tried  to  test  the  theory  of  the  method  beyond  the 
limits  of  flow  chosen  for  the  actual  experiments.  In  all  the  flows  two  intervals  ot 
15  minutes  were  taken,  which,  when  worked  out,  gave  a  complete  check  on  the 
steadiness  of  the  conditions  and  the  accuracy  of  the  observations. 

None  of  these  measurements  depend  very  much  on  the  absolute  readings  of  mercury 
thermometers  except  the  Clark  cell.  The  temperature  of  the  standard-resistance  was 
always  taken  with  the  thermometer  used  in  its  calibration  with  the  standard  ohm, 
which  in  turn  had  such  a  small  temperature  coefiicient  that  it  made  it  of  very  little 
importance  whether  the  thermometer  used  to  obtain  its  temperature  was  in  error  by 
as  much  as  '5°.  As  a  matter  of  fact,  by  direct  comparison,  all  the  thermometers  used 
agreed  with  our  standard  thermometer  to  within  '1^  The  thermometer  used  to 
obtain  the  temperature  of  the  jacket-water  between  0*^  and  50°  C,  was  a  new  Mliller 
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graduated  to  '1°  and  reading  to  xQ^tl^s.  Its  error  was  determined  by  comparison 
with  the  standard  thermometer,  and  its  readings  were  found  to  be  "03°  too  large.  The 
standard  thermometer  was  a  Geissler  reading  to  y^o*^  between  —  2°  and  50°  C, 
which  has  been  in  the  possession  of  the  laboratory  for  several  years,  as  before  stated. 
In  1896  both  Professor  Callendar  and  I  separately  determined  its  error,  and  reduced 
its  readings  to  the  nitrogen  scale  over  the  entire  range  by  comparison  with  a  platinum 
thermometer.  The  error  was  very  consistent,  and  showed  its  readings  too  high  by 
•11°  to  '12°  from  0°  to  50°.  This  thermometer  was  used  in  the  Clark -cell  bath  and 
has  already  been  referred  to  in  that  section.  For  jacket-temperatures  between 
50°  and  90°  C,  a  second  Miiller  thermometer,  reading  between  50°  and  150°,  was 
used,  which  was  graduated  to  yth  of  a  degree. 


Specimen  Tables  of  Observations. 

[Added  April  20th,  1901. — H.T.B.  Owing  to  the  necessity  of  condensing  the 
tables  since  the  communication  of  this  paper,  I  have  considered  that  it  would  be  of 
advantage  to  give  specimen  tables  of  observations  as  recorded  during  a  complete 
experiment.  I  have  therefore  included  here  two  sets,  made  as  typical  as  possible, 
which  illustrate  more  clearly  the  remarkable  steadiness  of  the  conditions.  The 
experiments  selected  are  those  given  under  date  October  27,  1899,  and  March  10, 
1900.  They  include  two  calorimeters  and  different-sized  flow- tubes  (Calorimeters  C 
and  E),  as  well  as  flat  and  round  heating  wires.  One  of  the  sets  includes  the 
observations  taken  for  the  measurement  at  the  highest  point  of  the  range.  In  the 
first  set  box  1  was  used,  on  the  second  set  box  2.  The  order  in  which  the  readings 
were  obtained  has  been  described  in  Section  4.  In  all  cases  the  time  of  taking  the 
readings  was  as  closely  as  possible  on  the  even  minute.  The  time  for  the  start  and 
finish  of  an  interval,  during  which  the  flow  was  measured,  is  of  course  given,  as 
recorded  on  the  chronograph,  to  '01  second.  The  reading  of  the  contact  point  on  the 
bridge- wire  (b.-w.)  is  given  in  centims.  (10  centims.  =  1°C.),  and  the  deflections  of 
the  galvanometer  noted,  it  being  accurately  set  to  the  nearest  millimetre  by  means 
of  the  vernier  reading  to  hundredths  of  a  millimetre.  The  sensitiveness  of  the 
galvanometer  remained  very  constant,  but  was  repeatedly  checked  during  a  set  of 
observations.  The  balance-point  on  the  bridge-wire  was  calculated  by  interpolation 
from  the  observations  of  the  deflection.  In  the  electrical  readings  of  the  potential, 
S  stands  for  the  balance-point  for  the  difference  of  potential  across  the  standardized 
resistance,  and  P  for  the  same  across  the  calorimeter  heating-wire.  These  readings 
are  of  course  uncorrected  for  the  errors  in  the  Thomson- Varley  slide  coils.  The 
temperature  of  S  is  that  of  the  oil  in  which  the  standardized  resistance  was  immersed, 
and  the  temperature  of  the  Clark  cells  is  here  uncorrected  for  the  thermometer  error. 
The  inflow  temperature  is  the  same  as  the  temperature  of  the  jacket.     In  some  cases 
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the  air  temperature  was  recorded  just  at  the  calorimeter,  as  well  as  the  temperature 
of  the  balance  case,  but  in  general  these  never  differed  much  from  the  temperature  of 
the  air  as  recorded  on  the  barometer  case,  which  was  always  taken  with  the  reading 
of  the  barometer.  The  weights  are  given  here  in  grammes,  just  as  recorded  during  . 
the  experiment.  The  Abridged  Tables  sent  in  with  the  paper  give  the  summary  of 
these  observations,  together  with  the  necessary  corrections.] 

[Added  May  2Sthy  1902. — H.T.B.  The  comparative  failure  of  my  attempts  to 
obtain  consistent  results  in  the  experiments  carried  out  previous  to  my  discovery  of 
the  effect  of  stream-line  motion  on  the  distribution  of  heat  in  the  fine  bore  flow-tube, 
appears  to  me  to  have  been  largely  due  to  the  fact  that  the  stranded  conductor  was 
in  nearly  all  cases  annealed  before  being  inserted  in  the  calorimeter.  This  caused 
the  different  strands  to  lie  together  more  in  the  nature  of  a  solid  conductor.  It  is 
probable  that  better  results  would  have  been  obtained  in  these  early  experiments 
had  the  wires  been  stiffer,  the  flow-tube  smaller,  and  had  it  been  possible  to 
distribute  the  strands  more  thoroughly  in  the  water  column,  and  at  the  same  time  to 
prevent  them  from  changing  their  relative  position  in  the  tube  between  the 
experiments.] 
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Specimen  Table  of  Observations  XXXVI.     October  27,  1899.     Calorimeter  E  (3  millims.). 
Flat  Heating  Wire.     Mean  Temperature,  29°-92. 


Large  flow. 


Cold  readings. 


Time.      B.-W.       Deflec. 


2-33 
34 
35 
86 
37 
33 
3J 
40 
41 
42 
43 


23  600 
23700 


28  600 
23700 


23-600 


11  c.p. 

11  c.p. 
25  B.a. 
24B.a. 

24  B.a. 

12  c.p. 

10  c.p. 

25  8.a. 

25  s.a. 

26  8.a. 

11  c.p. 


Weighto. 


Small  flow. 


Cold  readings. 


First  Second 

interval,  interval. 

Flask  (I)  .     .        99-379  — 

„      (2).     .           —  120793 

„     (I)  full      669  755  — 

„     (2)  „             —  680-500 


Barometer    . 
Temperature 


76-57 
18-2 


Temperature  balance  case  not  taken. 


4*4    Electric  heating  current  on. 

8*04-00-42    Start.    Pot.  bal.  C.C.  63004.    Box  coil  80. 

06    22100    ll8.a. 

Pot.  bal.    S.    70261    Temp.  CO.    .1614 
inflow  2574 


07 

ft 

16  s.a. 

08 

09 

it 

19  s.a. 

10 

11 

}) 

19  s.a. 

12 

18 

1 A 

11 

21sj». 

15 

)} 

21  s.a. 

16 

17 

1  A 

}» 

28  8.a. 

18-80 

}} 

80  s.a. 

P.  76282 

S.  70246 

P.  76277 

S.  70241 

P.  76274 

S.  70238 


air 
S.  . 


.18-8 
.140 


140 


81900'12    Flow  switched  over. 


8'22'00-29    Start.    Pot.  bal.  C.C.  63004.    Second  interval. 
23     22000      Bal. 


24 

Pot.  bal. 

s. 

70230 

Temp. 

C.C.   .1613 

25 

l8.a. 

inflow  2676 

26 

»i 

p. 

76268 

27 

6  s.a. 

air     .  190 

28 

»f 

s. 

70227 

29 

8s.a. 

n 

S.  .     .140 

30 

i> 

p. 

76262 

31 

9  8.a. 

82 

;i 

s. 

70224 

38 

14  s.a. 

34 

1) 

p. 

76257 

85 

22  s.a. 

J» 

S.  .     .  140 

36 

M 

s. 

70219 

8680 

20  sa. 

8-37  00-16    Flow  switched  over. 

Pot.  bal.  C.C.  63008    Temp.  C.C.    ,  1618 


Time.      B.-W. 


365 
56 
67 

58 

59 

4-00 

01 


23-600 


23-700 

23-600 


Deflec. 

8  c.p. 
8c.p. 
8c.p. 
29  8.a. 
8  c.p. 
8  c.p. 
8  c.p. 


Weights. 


First  Second 

interval,  interval. 

Flask  (1).     .        99162  — 

„      (2).     .          —  120-255 

„     (l)full      444-392  — 

„     (2)   „             -  464695 


Barometer    .     .    76-67 
Temperature  18-2 

Temperature  balance  case  not  taken. 


402    Electric  heating  current  on. 

4-19-00-62    Start.    Pot.  bal.  C.C.  62998.    Box  coil  80. 

20    22-000 
21 


22 
23 
24 
25 
26 
27 
28 


31 
32 
33 
33*30 


8c.p. 
4  c.p. 
6  c.p. 
6  c.p. 
4  c.p. 
4  c.p. 
3  c.p. 


Pot.  bal.    S.    65696    Temp.  C.C.    .1614 
„       inflow  26-76 


P. 

60285 

1} 

air 

.18-8 

s. 

65591 

II 

S. . 

.18-5 

p. 

60231 

s. 
p. 

56589 
60227 

S. . 

.13*6 

s. 

65686 

4-3400'12    Flow  switched  over. 


4-5901-05    Stort.    Pot.  bal.  C.C.  62997.    Second  interral 
600    21-900      4  c.p. 

Bal. 

1  c.p. 


01 
02 
03 
04 
05 
06 
07 
08 
09 
10 
11 
12 
13 
1330 


Pot.  bal.  S.  55571  Temp.  C.C.  .16-14 
P.  60211 


2  s.a. 
2  s.a. 
6  s.a. 
9  s.a. 
13  s.a. 


S.  65570 

P.  60208 

S.  66667 

P.  60206 

S.  65667 


inflow  2676 

air     .  19-8 

S..     .13-6 


6-1400-69    Flow  switched  over. 

Pot.  bal.  C.C.  62996    Temp.  C.C.    .1613 
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Specimen  Table  of  Observations  LIII.     March  10,  1900.     Calorimeter  C. 
Solid  Heating  Wire.     Mean  Temperature  91°'55. 


Large  flow. 

Small  flow. 

Cold  readings. 

Weights. 

Cold  readings. 

Weights. 

Time.      B.-W.       Deflec. 

First         Second 

Time.      B.-W.       Deflee. 

First         Second 

interval,      interval. 

interval,      interval. 

308       22600         2  c.p. 

Flask  (1).     .        97-683          — 

6-23       22-400       10  c.p. 

Flask  (1).     .        97  538          — 

09           „             7  c.p. 

„     (2)  .     .           —          121-207 

24            „            12  8.a. 

„     (2).     .           -          121-034 

10           „            7  c.p. 

„     (l)full      678004          — 
„     (2)   „             -          699-58i 

25            „           44  B.a. 

„     (1)  full      459-847           — 
„     (2)    „              —          481-845 

11       22-700      29  8.a. 

26            „           40  8.a. 

12           „           28  8.a. 

27            „           38  8.a. 

13       22-600         7  c.p. 

28       22  300         6  c.p. 

Barometer    .     .    7577 

29            „             3  8.a. 

Temperature     .    22-0 

30            „             9  8.a. 

31            „             6  8.a. 

Barometer    .     .    7577 

32            „             5  c.p. 

Temperature          220 

33            „             2  c.p. 

that  of  air. 

84           .,             Bal. 
36            „             1  8.a. 

36  „             4  8.a. 

37  „            5  c.p. 

3-14    Electric  heating  current  on. 

5*38    Electric  heating  current  on. 

3-38  00-30    Start.    Pot.  bal.  CC.  63562.    Box  coil  80. 

60900  45    Start.     Pot.  bal.  CC  63557.    Box  coil  80. 

39    29-200    Bal. 

10     28-600    16  c.p. 

40                                 Pot.  bal.     S.    74004    Temp.  CC.   .16-27 

11                                 Pot.  bal.     S.     59290    Temp.  CC.    .  15-24 

41         „         20  8.a.                                                „       inBow  87-42 

12        „         10  8.a.                                              „       inflow  87-43 

42                                     „          P.    76674 

13                                       „          P.    61860 

48        „           8  8.8.                                               „       S..     .    7-0 

14        ,,         12  8.a.                                              „       S.  .     .    6-6 

44                                     „          S.    73990 

15                                     „          S.    59287 

45        ,,           9  8.a. 

16        „         29  8.a. 

46                                     „          P.    76658 

17                                     „          P.    61847 

47        „         20  8.a. 

18    28-500    lls.a. 

48                                     „          S.    73976 

19                                      „           S.     59283 

49        „         Bal. 

20        ,,         ISs.a.                       1 

50                                     „          P.    76647 

21                                        „          P.     61343 

51        „         24  8.a.                                              „       S.  .     .    7-0 

22     28-400     15  s.a.                                                „       S.  .     .    66 

52                                      „           S.     73965 

23                                        „           S.     59281 

52-80    „         25  8.a. 

2330    „         46  8.a. 

8-53-00-69    Flow  8witched  over. 

6-2400-40     Flow  switched  over. 

3-66-00-82    Start.    Pot.  bal.  CC  63562.     Second  interval. 

6-27-00-42    Start.    Pot.  bal.  CC.  63557.     Second  interval. 

57    29-100      Ss.a. 

28    28-200      7  c.p. 

58                                Pot.  bal.    S.    73949    Temp.  CC   .     — 

29                                  Pot.  bal.     S.     59277     Temp.  CC.   .  1522 

59        „         10  8.8.                                              „       inflow  87-41 

30    28-100     14c.p.                                               „       inflow  87-43 

4-00                                      „          P.     76621 

31                                        „           P.     61338 

01        „         2l8.a.                                              „       S.  .     .    7-0 

32        „         14  c.p.                                               „       S.  .     .    6-6 

02                                      „          S.    73939 

33                                       „          S.    59274 

03     29000    10  c.p. 

34        „         21c.p. 

04                                      „          P.     76613 

35                                      „          P.    61836 

05        „           1 8.a. 

36        ,.         llcp. 

06                                      „          S.     73930 

37                                       .,          S.     59272 

07        „           8  c.p. 

38        „           6  c.p. 

08                                      „          P.    76605 

39                                        „           P.     61334 

09        :,         Bui.                                                  „       S.  .     .    70 

40        „         10  8.a.                                              „       S.  .     .    6-6 

10                                      „          S.    73921 

41                                        „           S.     59270 

10-30   „           5B.a. 

41-20    „         22  8.a. 

4-11-01  30    Flow  switched  over. 

6-4201-12    Flow  switched  over. 

Pot.  btil.  CC.  63561     Temp.  CC.    .15-24 

Pot.  bal.  CC.  63557    Temp.  CC    .  1520 
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Abridged  Tables  Showing  Method  of  Correction. 

To  illustrate  the  method  of  correction  and  calculation  of  results,  we  here  append 
the  corresponding  Abridged  Tables  giving  the  correction  and  reduction  of  the  means 
of  the  observations  taken  during  each  interval  for  the  two  specimen  tables  of 
observations  already  given.  As  it  would  have  been  impracticable  to  place  on  record 
the  complete  observations  for  the  whole  work,  the  abridged  tables  only  were  sent 
in  with  the  paper.  The  greater  part  of  these  tables  consisting  of  small  corrections 
of  no  intrinsic  interest,  it  was  felt  to  be  unnecessary  to  reproduce  them  in  full. 
They  have  been  preserved  in  the  Archives  so  as  to  be  available  for  reference  and 
verification  if  required.  The  samples  here  given  will  suflficiently  illustrate  the 
nature  of  the  information  they  contain. 
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Sec.  5. — Experime7ital  Proof  of  tlie  Theory  of  the  Method. 

In  Section  2  it  was  shown  that  the  conditions  to  be  studied  in  the  general 
diflFerence  equation  of  the  method  were  the  relations  of  the  heat-loss  to  the  rise  of 
temperature  and  to  the  flow.  In  the  present  section  I  wish  to  summarize  the 
diflferent  experiments  which  have  a  more  particular  bearing  on  the  theory  of  the 
method.  In  the  first  place  in  regard  to  the  question,  which  arises  in  all  experiments 
where  a  quantity  of  water  is  heated  by  an  electric  current  conveyed  in  a  wire,  of  the 
excess  temperature  of  the  wire  over  the  water,  it  may  be  said  that  in  the  present 
method  the  measurement  of  the  electrical  energy  is  completely  independent  of  any 
value  to  be  assumed  for  the  resistance  of  the  heating-wire,  and  not  only  that,  but 
owing  to  the  steady  temperature  conditions  inside  the  apparatus,  no  uncertainty  of  a 
change  in  resistance  in  the  wire  with  a  change  in  temperature  is  introduced.  When 
the  temperature  inside  the  calorimeter  has  arrived  at  a  steady  state,  only  such 
energy  is  used  in  warming  the  water  as  is  supplied  to  the  calorimeter  by  the  electric- 
heating  current.  The  fact  that  the  results  were  completely  independent  of  the 
resistance  of  the  heating-wire  was  shown  by  using  heat-wires  of  very  different 
resistances. 

In  regard  to  the  insulation  of  the  platinum  heating- wire  and  of  polarization  and 
similar  effects,  it  was  considered  that  these  played  no  part  in  the  results.  The 
resistance  of  the  water  column  through  which  the  heating-wire  passed  was 
enormously  high  and  equal  to  a  column  of  water  50  centims.  long  and  2  millims.  in 
diameter,  hence  in  comparison  with  the  resistance  of  the  central  heating-wire,  which 
varied  from  '4  to  '8  ohm,  was  quite  negligible.  This  is  true  even  if  it  is  admitted 
that  the  conveyance  of  the  electric  current  by  the  water  itself  could  have  produced 
any  error  on  the  final  result. 

Polarization  by  the  naked  wire  in  the  water,  I  am  satisfied,  did  not  take  place. 
Not  the  slightest  trace  of  gas  was  ever  generated  in  the  calorimeter  which  could  not 
be  referred  to  the  liberation  of  air  in  the  water,  and  this  was  verified  by  watching 
the  column  of  water  in  the  fine  tube  when  the  calorimeter  was  removed  from  the 
water-jacket  and  a  large  electric  current  passed  through.  The  effect  of  reversing  the 
electric  current  in  the  apparatus,  and  making  it  flow  either  with  or  against  the  water 
flow,  was  tried  in  some  of  the  earlier  experiments,  but  it  was  found  to  produce  no 
effect  on  the  heat-loss  as  measured  by  the  difference  between  the  electrical  and 
thermal  measurements.  The  effect,  if  any,  on  the  electrical  readings  was  entirely 
negligible. 

The  first  experiments  which  were  tried  to  test  the  method,  were  on  the  relation  of 
the  heat-loss  to  the  flow,  and  were  made  by  varying  the  flow  over  a  wide  range  and 
at  the  same  time  keeping  the  inflow  temperature  and  rise  of  temperature  constant. 

The  following  list  of  calorimeters,  used  in  the  present  work,  will  aid  in  describing 
these  and  subsequent  experiments  : — 
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Calorimeter  A. — The  first  one  of  the  set  of  three  obtained  from  Germany,  ^dth 
the  fine-bore  tube  2  millims.  in  diameter.     This  was  the  first  one  tried  in 
the  trial  experiments  in  1897. 
Calorimeter  B. — Second  of  the  same  set,  with  same  dimensions,  and  used  in  the 

preliminary  measurements  of  the  mechanical  equivalent. 
Calorimeter  C. — This  was  the  first  one  made  by  Eimer  and  Amend,  after  the 
later  design.     It  had  a  2  millims. -bore  tube,  and  has  been  used  for  the 
greater  number  of  the  later  experiments. 
Calorimeter  D. — The  second  E  and  A  calorimeter,  with  the  fine-bore  tube  2 '8 

millims  inside  diameter  and  P^Og  in  the  vacuum  chamber. 
Calorimeter  E. — The  third  from  E  and  A,  with  the  fine-bore  tube  3  millims. 
inside  diameter. 
The  results  of  the  experiments  made  to  determine  the  relation  of  the  heat-loss  to 
the  flow,  are  now  given.     They  have  been  taken  from  the  experiments  detailed  in 
Tables  I.,  II.,  III.,  and  IV.  in  Section  8.     The  results  are  taken  from  the  observa- 
tions on  two  calorimeters  with  fine-bore  flow-tubes  of  different  sizes,  the  heating  wire 
in  the  two  cases  being  made  up  of  either  the  six  strands  of  'IS-millim.  platinum  wire 
or  the  solid  wire,  and  held  central  by  the  silk-covered  rubber  elastic  wound  round  it. 
The  water  was  therefore  completely  stirred  in  its  passage  through  both'  the  tubes, 
and  stream-line  motion  avoided. 

For  convenience  in  showing  the  relationship  I  have  expressed  the  difference 
between  the  electrical  and  heat  watts  by  using  the  value  of  J  obtained  from  the 
experiment  for  two  flows  in  place  of  4*2  joules.  In  this  case  the  value  of  the  heat- 
loss  per  degree  rise  should  come  constant  for  all  of  the  flows  as  long  as  the  conduction 
effect  is  negligible. 

The  first  set  comprises  observations  made  with  Calorimeter  D  at  a  mean 
temperature  of  28°  C.  The  flow  was  varied  from  '67  granune  per  second  to  '25,  and 
the  rise  of  temperature  was  kept  approximately  the  same  by  adjusting  the  electric 
heating  current. 

Calorimeter  D. — Mean  Temperature,  28''-01  C.     February  15,  1899. 
S  =  -  -00485.  J  =  4-1797. 
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It  will  be  seen  that  over  the  range  of  flow  from  '67  gramme  to  '39,  the  value  of 
the  heat-loss  remains  constant  to  within  the  limits  of  error  of  the  different  measure- 
ments, and  gives  a  mean  value  of  '07128  in  watt-seconds  per  degree  rise.  The 
largest  variation  from  the  mean  is  for  a  flow  of  '49  gramme  per  second,  and  amounts 
to  '00019  watt  on  a  total  supply  of  2*1  watts  per  degree,  which  is  less  than  1  in 
10,000.  For  the  small  flow,  the  difference  from  the  mean  of  the  other  flows  amounts 
to  '00069  watt  on  I'l  watts.  This  shows  an  increase  in  the  heat-loss  of  nearly 
7  parts  in  10,000,  and  is  much  too  large  to  be  included  within  the  limits  of  error.  It 
is  evident,  then,  that  for  flows  below  '3  gramme  per  second,  the  conduction  effect 
commences  to  be  measurable,  and  cannot  be  eliminated  by  the  method  of  "  cold  " 
readings. 

For  Calorimeter  C,  the  measurements  for  the  different  flows  are  given  under  date 
February  20,  1899.  These  are  for  double  intervals  of  15  minutes  each,  and  include 
the  same  limits  of  flow  as  for  Calorimeter  D.  I  have  taken  S  =  '00490,  instead  of 
—  '004(39  as  given  from  these  measurements,  so  as  to  give  results  comparable  with 
the  other  sets  of  observations  made  at  about  this  time. 


Calorimeter  C. 


-Mean  Temperature,  29°'09  C.     February  20,  1899. 
S  =  '00490.  J  =  4-1794. 
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The  largest  variation  from  the  mean  value  of  the  heat-loss  is  —'00025  watt,  and 
amounts  to  a  little  more  than  1  in  1 0,000.  For  the  small  flow,  the  divergence  from 
the  mean  of  the  other  flows  amount  to  '00067  watt,  and  shows  that  the  heat-loss  has 
been  increased,  which  agrees  very  closely  with  the  result  obtained  for  Calorimeter  D. 
The  agreement  of  the  results  for  the  two  calorimeters,  the  one  with  a  3-millim.  bore 
tube  and  the  other  with  a  2-miLlim.,  seems  to  prove  fairly  conclusively  that  the 
increase  in  the  heat-loss  taking  place  below  a  certain  limit  of  flow,  cannot  be 
attributed  to  a  change  in  the  radiation  loss  from  the  fine  bore  tube,  but  can  only  be 

2  G  2 


Digitized  by 


Google 


228 


DR.  H.  T.  BARNES  ON  THE  CAPAdTY  FOR  HEAT  OF  WATER 


referred  to  conduction  from  the  outflow  tube,  which  was  the  same  size  in  both 
calorimeters. 

The  observations  under  February  22  and  March  2  were  taken  with  Calorimeter  C, 
using  the  limits  of  flow  which  I  have  since  adopted  for  the  present  measurements. 

Calorimeter  C. — Mean  Temperature,  29***11  C.     February  22,  1899. 
8  =  -00490.  J  =  4-1794. 
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Calordceteb  C, — Mean  Temperature,  29°-21  C.     March  2,  1899. 
8  =  -  -00499.  J  =  4-1790. 
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The  agreement  of  the  heat-loss  is  very  satisfactory,  and  the  variations  from  the 
mean  value  are  easily  within  the  limits  of  error  of  all  the  measurements,  and  are  all 
less  than  1  part  in  10,000. 

The  three  sets  of  readings  for  Calorimeter  C  show  a  small  difference  between  the 
values  of  the  mean  heat-loss.  This  shows,  as  has  been  pointed  out,  that  the  absolute 
value  of  the  radiation  loss  for  one  calorimeter  cannot  be  relied  on  from  time  to  time, 
but  will  vary,  for  many  reasons.  However,  this  never  produced  any  error  in  the 
measurements  of  the  specific  heat  of  the  water,  on  account  of  the  method  adopted  of 
always  eliminating  the  heat-loss  from  at  least  two  different  flows  taken  within  a 
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short  time  of  each  other,  between  which  the  temperature  of  the  calorimeter  never 
varied. 

In  selecting  the  limits  of  flow  to  be  used  in  all  the  measurements,  the  accuracy  of 
the  limits  was  tested  for  two  other  temperatures  by  recording  observations  for  three 
different  flows  at  13°  and  at  60°  C.  In  these  cases  the  theory  of  the  method  was 
given  a  severe  test. 

I  have  tabulated  here  the  two  sets,  one  for  a  mean  temperature  of  13°  C.  and  the 
other  for  a  temperature  of  60°  C.  I  have  taken  the  values  of  8  for  each  set  from  the 
variation  curve. 


Calorimeter  C. — Mean  Temperature,  13°79  C.     March  9,  1899. 

S  =  —  -00208.  J  =  4-1913. 

Temperature  of  surrounding  air,  19°  C. 
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Calorimeter  C. — Mean  Temperature,  59°-80  C.     June  17,  1899. 

S  =  -  -00360.  J  =  4-1849. 

Temperature  of  surroimding  air,  22°  C. 
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The  variation  from  the  mean  value  in  both  sets  is  less  than  1  part  in  10,000.     It 
is  a  matter  of  interest  to  compare  the  balance  points  on  the  bridge-wire  for  the 
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^'  oold "  readings  of  the  diflEerential  thermometers,  when  in  place  in  the  calorimeter, 
for  the  different  flows  at  different  parts  of  the  scale. 

The  three  ''cold"  readings  at  60""  are,  for  the  largest  flow  23-681,  for  the  next 
23*582,  and  for  the  lowest  23*544.  A  decrease  in  the  bridge-wire  reading  means 
that  the  inflow  thermometer  is  at  a  lower  temperature  than  the  outflow.  The  heat 
conduction  at  the  inflow  end,  through  the  copper  wires  leading  in  the  electric  current, 
which  depends  only  on  the  difference  existing  between  the  temperature  of  the 
calorimeter  water  and  the  temperature  of  the  laboratory,  can  affect  the  temperature 
of  the  inflowing  water  less  for  the  largest  flow  than  for  the  smallest  flow,  and 
therefore  explains  the  difference  in  the  "  cold  "  readings  for  the  different  flowa  For 
the  flows  used  in  the  present  work,  the  effect  of  the  conduction  at  the  outflow  end  on 
the  temperature,  as  indicated  by  the  outflow  thermometer,  must  have  been  very 
small  indeed,  even  at  the  highest  points  of  the  range.  All  of  the  "  cold  "  readings  at 
the  high  points  are  slightly  less  than  the  interpolated  reading  from  the  differential 
ice  and  steam-pointa  For  the  "  cold "  readings  at  the  ice-point,  the  effect  was,  as 
might  be  expected,  reversed,  and  conduction  of  heat  into  the  calorimeter  from  the 
laboratory  took  place. 

The  readings  given  in  Table  XLIV.,  on  November  18,  1899,  are — 

For  a  flow  of  59  gramme  ....         23  330 

on  November  22,  1899,  Table  XLV.— 

For  a  flow  of  '62  gramme  ....         23  329 
,,  „       "37         ,,  •      •      •      •  ZoS^o 

The  peculiar  exception  to  this  seems  to  be  in  the  experiment  made  at  the  ice-point 
on  March  24,  1899  (Table  XV.),  when  the  "cold"  reading  for  the  small  flow  was 
lower  than  for  the  high.  I  have  not  an  exact  record  of  the  conditions  under  which 
this  experiment  was  taken,  but  it  is  possible  that  the  outflow  end  may  not  have 
been  properly  lagged,  which  would  produce  the  effect  indicated  by  the  readings.  As 
the  observations,  when  reduced,  give  such  a  consistent  measurement  of  the  specific 
heat,  even  in  the  face  of  this  apparent  exception,  additional  evidence  is  given  of  the 
necessity  of  the  "  cold "  readings  to  render  the  results  independent  of  extraneous 
conditions.  The  "  cold "  readings  for  experiments  with  the  jacket  water  at  the 
temperature  of  the  laboratory  were,  as  a  rule,  all  at  the  same  point  on  the  bridge- 
wire,  and  identical  with  the  interpolated  reading  from  the  differential  ice  and  steam- 
pointa 

The  radiation  loss  increases  only  very  slightly  as  the  temperatures  of  the  calorimeter 
and  jacket  are  raised,  and  this  is  of  course  on  account  of  the  temperature  of  the 
calorimeter  flow-tube  being  always  the  same  amount  above  the  jacket  water  at  all 
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points  of  the  scale  (when  the  water  is  heated  by  the  electric  current).  The  increase 
is  from  the  temperature  coefficient  of  the  radiation,  and  appears  to  be  almost  exactly 
linear  over  the  range  0°  to  100°. 

To  show  the  relation  between  the  heat-loss  and  the  rise  of  temperature,  I  have 
summarized  the  observations  in  Tables  XXXIIL,  XXXIV.,  XXXV,,  for  rises  of  8°,  5°, 
and  2°  respectively.  These  were  made  with  Calorimeter  C,  but  the  flat  heating-wire 
was  used  in  place  of  the  central  heating  conductor  with  rubber  elastic. 


Relation  of  heat-loss  to  rise  of  temperature. 
Calorimeter  C— Mean  Temperature,  28°-6  C.     October  14,  18,  and  19,  1899. 


d0. 

Q. 

(EC 

-i2(ide)ld0. 

Difference  from  mean 
value,  •  04535. 

Larg< 

i  flow. 

8-3069 
8-3212 

•626436 
•625128 

•04521 
•04533 

-00014 
-   00002 

5  1009 
5  1086 

-636545 
-635186 

. 

■04518 
•04573 

-•00017 
+ -00038 

I            2-2054 
!            2-2096 

•620890 
-619353 

Small 

flow. 

•04544 
•04525 

+ -00009 
-00010 

Mean  value,  •  05047 

I            8-2446            1 
8-2446 

•381577 
-381454 

•05044 
•05021 

-00003 
-•00026 

5-0887 
5-0894 

-388460 
•388232 

-05068 
•05066 

■    +00011 
+  •00019 

2-2417 
2-2433 

-376414 
•375879 

•04951 
•04992 

-•00096 
-  • 00055 

The  observations  were  taken  for  different  inflow  temperatures  so  as  to  give  approxi- 
mately the  same  mean  temperature  for  the  different  values  of  dd^  in  consequence  of 
which  I  have  used  the  value  4*2  joules  in  obtaining  the  heat  watts,  the  value  of  8 
being  the  same  for  the  different  values  of  d6.  For  the  large  flows,  the  agreement  of 
the  values  of  the  heat-loss  is  good,  and  much  better  than  might  be  expected,  having 
obtained  the  values  from  experiments  made  on  different  dates,  although  they  were 
within  a  day  or  two  of  each  other,  and  the  calorimeter  did  not  vary  more  than  a  few 
degrees  between  each  experiment. 

The  values  for  the  small  flow  do  not  agree  so  well  for  the  2°  rise,  but  the  values  for 
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the  5°  and  8°  show  that  the  lower  value  given  by  the  former  must  be  exceptional 
Here  is  an  error  of  nearly  1  part  in  1000,  to  be  accounted  for  by  assuming  either  that 
for  the  small  flows  the  heat-loss  is  not  proportional  to  the  rise  in  temperature,  in 
which  case  the  value  of  the  heat-loss  per  degree  rise  increases  with  rise  of  temperature, 
and  the  value  for  the  8°  rise  or  the  value  for  the  5°  rise  must  be  regarded  as 
exceptional,  or  that  the  error  in  question  was  due  to  some  uncertainty  at  that  time  in 
the  experimental  conditions.  The  latter  must  be  regarded  as  the  most  probable  on 
account  of  the  greater  difficulty  of  measuring  so  small  a  rise  of  temperature  to  the 
same  order  of  accuracy.  Moreover,  the  second  15-mLnute  interval  shows  a  decided 
increase,  and  would  possibly  have  attained  the  correct  value  given  by  the  mean  of 
the  other  readings  if  the  experiment  had  been  further  continued.  An  error  of  only 
•001°  on  the  2°  rise  would  account  for  the  error  in  the  second  interval. 

Besides  the  observations  I  have  just  given,  which  were  selected  from  a  series  of 
trial  experiments  on  the  flat  heating- wire,  a  large  number  of  the  other  experiments 
were  taken  with  rises  of  temperature  ranging  from  1°  to  12°.  These  are  detailed  in 
the  tables  to  be  given  later,  and  include  results  with  the  central  heating- wire  as  well. 
It  was  a  matter  of  convenience  only  that  governed  my  choice  of  a  rise  of  temperature 
for  any  experiment,  and  it  sometimes  happened  that  it  was  more  convenient  to  change 
the  mean  temperature  of  an  experiment  by  changing  the  rise  of  temperature  in  the 
water  rather  than  by  altering  the  inflow  temperature — for  example,  in  obtaining  a 
measure  of  the  specific  heat  in  the  neighbourhood  of  the  zero  point,  where  it  was 
impossible  to  maintain  the  inflowing  water  at  a  temperature  lower  than  0°  C. 

Heat  Capacity  of  the  Calorimeter. 

Although  nearly  always  negligible  in  the  calculation  of  results,  the  thermal  capacity 
of  the  calorimeter  is  of  value  in  showing  the  size  of  error  introduced  by  a  change  in 
temperature  in  the  calorimeter  water.  To  detern^ine  this,  the  electrical  supply  was 
suddenly  cut  off  from  the  calorimeter  at  a  given  moment  and  the  rate  of  fall  in  tem- 
perature recorded.  This  was  done  for  both  the  limits  of  flow  used  in  the  present 
work.  The  lag,  on  breaking  the  circuit  of  the  thermometer  before  it  commenced  to 
fall,  was  in  both  cases  not  more  than  2  or  3  seconds.  If  ^  be  the  temperature  indicated 
by  the  outflow  thermometer  above  that  of  the  inflow  thermometer,  then  at  any  time 
after  shutting  off  the  heat  supply,  the  value  of  0  will  be  approximately  6  =  ie""', 
from  which 

dd/dt  =  kae'^  =  ad. 

But  C  d0/dt'=  dH/dt,  where  C  is  the  thermal  capacity  of  the  calorimeter,  and  H  is 
the  total  quantity  of  heat  carried  off  by  the  water. 
Writing  JQ^  for  dU/dt,  Cad  =  JQd,  and  C  =  JQ/a. 
The  following  set  of  observations  was  obtained  for  Calorimeter  C  : — 
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Flow,  "598  gramme  per  second. 


Time  in  seconds,  after 

Temperature  of  outflow 

breaking  electric  current. 

thermometer.  . 

0 

8-375                    '' 

35 

3-968 

54 

1-721 

73 

0-574 

101 

0-237 

159 

0-008 

187-5 

0-002 

202-5 

0-000 

a=  -0386 

C  =  50-5  joulea. 

Flow,  "392  gramme  per  second. 


Time  in  seconds,  after 
breaking  electric  current. 


Temperature  of  outflow 
thermometer. 


0 

48 

77 
lU 
152 
179 
228 
266 
299 
320 

a=-0311 


8  068 
3-646 
400 
264 
142 
032 
0-010 
0-005 
0  003 
0-000 


C  =  54  joules. 


The  logarithmic  relation  can  of  course  hardly  be  said  to  hold  with  accuracy,  or  to 
be  even  approximately  true  for  the  relation  between  the  fall  in  temperature  and  time, 
as  given  by  the  above  series  of  readings,  on  account  of  the  sudden  descent  of  the 
temperature  during  the  first  two  minutes.  For  changes  in  temperature  in  the  out- 
flowing water,  occasioned  by  a  change  in  the  electrical  supply  or  flow,  greater  than 
•02®  during  the  15-minute  intervals,  the  thermal  capacity  as  calculated  by  the  above 
relation  is  of  sufficient  accuracy  for  the  application  of  a  small  correction.  It  was 
seldom  that  the  variation  in  temperature  of  the  outflowing  water  amounted  to  more 
than  -02°  during  a  set  of  readings,  and  was  nearly  always  less  than  •01°  for  the 
small  flows. 


VOL.  oxcix. — A. 
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Sec.  6. — Effect  of  Stream-line  Motion  on  the  DistHhution  of  Heat  in  the 

Fine-flow  Tube. 

In  Section  2  we  discussed  two  conditions  possibly  existing  in  the  fine-flow  tube  of 
the  calorimeter,  and  explained  generally  the  effect  of  these  conditions  on  the 
temperature  gradient  of  the  glass  surface  and  its  influence  on  the  heat-loss.  In  the 
present  section  I  shall  give  briefly  the  experimental  sequel  to  the  theoretical 
considerations.  In  the  light  of  the  recent  experiments  of  Professor  Hele-Shaw,* 
so  beautifully  illustrating  stream-line  motion  for  water  flowing  at  velocities  under  the 
critical  velocity,  and  of  Mr.  T.  E.  Stanton!  on  '  The  Passage  of  Heat  between 
Metal  Surfaces  and  Liquids  in  Contact  with  them,'  the  results  might  have  been 
anticipated  which  I  am  about  to  describe.  I  do  not  think,  however,  that  the  effect 
of  stream-line  motion  in  fine  tubes  has  been  at  all  sufficiently  appreciated. 

As  the  critical  velocity  at  which  the  stream-line  motion  breaks  down  is  so  great 
(of  the  order  of  10  feet  per  second)  for  tubes  of  from  2  to  3  millims.  in  diameter,  the 
effect  is  inseparably  connected  with  all  experiments  having  to  do  with  tubes  of  this 
size.  More  especially  does  the  flow  tend  to  become  linear,  and  to  divide  up  into 
distinct  and  parallel  lines,  when  a  change  of  viscosity  is  introduced  with  a  change  of 
temperature. 

I  must,  in  treating  this  part  of  the  subject,  apologise  for  the  present  incompleteness 
of  my  experiments,  but  I  feel  that  I  must  give  such  as  I  have  at  present,  not  only. to 
justify  myself  for  the  time  and  trouble  I  have  taken  to  completely  eliminate  the 
effect  of  stream-line  motion  from  my  calorimetric  measurements,  but  also  as  a 
beginning  to  some  experiments  on  the  distribution  of  heat  from  a  metal  conductor  in 
water  flowing  at  different  velocities  through  fine  tubes,  which  I  hope  to  continue  in 
the  near  future,  and  which  I  hope  may  at  the  same  time  throw  some  light  on  the 
difference  in  the  rate  of  flow  from  the  centre  to  the  sides  of  the  tube. 

My  earlier  experiments  in  1898  were  made  with  Calorimeter  B,  with  a  2-millim. 
bore  tube  and  central  heating  conductor,  but  with  no  special  device  for  preventing 
stream-line  motion.J  The  measurement  which  we  obtained  of  the  mechanical 
equivalent  at  that  time,  as  I  have  already  pointed  out,  is  affected  to  a  certain  extent 
by  this,  which  was  at  once  apparent  when  I  came  to  use  Calorimeter  D,  with  a 
3-millim.  bore  tube,  I  undertook  two  sets  of  observations  with  Calorimeter  D  under 
two  conditions,  one  with  the  heating  wire,  which  was  made  of  six  strands  of  6-millim. 
platinum  wire,  resting  all  along  the  edge  of  the  tube,  the  other  by  drawing  the  wire, 
as  best  I  could,  straight  through  the  centre  of  the  tube. 

The  results  are  as  follows  : — 

*  *Proc.  Inst.  Naval  Arch.''  (1897), '(1898);  'Proc.  Royal  Inst.'  (1899);  *Proc.  Liverpool  Eng,  Soc.', 
20,  37,  (1898). 

t  *  Phil.  Trans.,'  A,  vol.  190,  67  (1897). 
X  See  note  p.  219,  supra. 
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FiBST  Set, — Heating  wire  resting  on  sides  of  fine-bore  tube. 
Mean  Temperature,  26°-l  C.     November  4,  1898. 


de. 

Q. 

4-2Qr/(9. 

EC. 

Difference. 

YM.IdO.       1 

1 

Large  flow. 

1 

1 
1 

8-2666 
8-2759 

-600605 
-599645 

20-8528 
20-8429 

21-6696 
21-6624 

-8158 
-8195 

-09870 
-09902 

Small  flow. 

8-3056 
8-3043 

•276991 

•276888 

9-6624 
9-6573 

10-3699 
10-3668 

-7076 
•    -7095 

-08618 
-08544 

Second  Set. — Heating  wire  drawn  straight  through  fine-bore  tube. 
Mean  Temperature,  27°  C.     November  21,  1898. 


de. 

Q. 

i-2(ide.      1           EC. 

Difitarenoe. 

Diff./rf^. 

1 

Large  flow. 

• 

8-4676 
8-4861 

-600527 
-599570 

21-3571        i        21-6677 
21-3696        1        21-6695 

Small  flow. 

-3106 
-2999 

.03868 
•03534 

8-8111 
8-8144 

-271465 
•271088 

10-0460               10-6749 
10-0358               10-6724 

•6289 
•6366 

•07188 
•07223 

The  mean  temperature  in  the  two  sets  is  so  nearly  the  same  that  in  comparing  the 
two  we  can  for  the  moment  neglect  the  temperature  coefficient  of  the  radiation  loss 
from  the  glass  surface.  Without  otherwise  disturbing  the  experimental  conditions, 
the  heat-loss  for  a  flow  of  '60  gramme  per  second  has  been  reduced  exactly  cme-third 
by  simply  drawing  the  heating-wire  central  The  temperature  of  the  outflowing 
water  being  the  same  in  the  two  cases,  the  difference  in  the  heat-loss  between  the 
two  sets  gives  a  measure  of  the  space  represented  by  the  diagram  in  fig.  2  (p,  154), 
between  the  lines  drawn  for  condition  1  and  condition  2. 

The  value  of  the  heat-loss  for  the  same  calorimeter  and  same  flow,  but  introducing 
the  device  for  eliminating  stream-line  motion,  is  very  nearly  '06  watt  per  degree  rise, 
which  lies  midway  between  "09  and  '03  watt  as  given  here  respectively.  Fer  the 
small  flow,  as  might  be  expected,  the  heat-loss  is  more  nearly  the  same  in  the  iwo 
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cases,  on  account  of  the  greater  opportunity  for  conduction  throughout  the  water 
column  ;  but  the  eflTect  is  still  shown.  It  is  of  interest  also  to  calculate  the  actual 
temperature  of  the  same  heating  wire  in  the  two  cases. 


Flow 
per  second. 

Resistance  of 
heating  wire. 

Corrected  to  a  mean 
temperature  of  26*-l. 

First  set. 

•60 
•28 

•52427  ohm. 
•51740    „ 

Second  set. 

•5243 
•5174 

•60 
•27 

•53460  ohm. 
•52383    „ 

•5331 
•5225 

Correcting  to  the  same  mean  temperature  by  the  temperature  coeflScient  of  the 
platinum,  the  results  show  that,  as  might  be  expected,  the  wire  held  central  is 
hotter  than  when  in  contact  with  the  glass.  This  means  that  the  central  wire 
is  surrounded  by  a  cloak  of  hot  water  moving  parallel  with  it,  and  the  more 
completely  prevented  from  diffusing  the  greater  the  velocity  of  the  flow.  This  is 
shown  conclusively  by  comparing  the  temperature  of  the  wire,  as  indicated  by  its 
resistance,  with  the  temperature  of  the  same  wire  measured  "  cold  "  and  reduced  to 
the  same  mean  temperature.  A  measurement  of  this  for  a  current  through  the  wire, 
not  sufficient  to  cause  a  rise  in  temperature  of  more  than  '1°  in  the  outflowing  water, 
gave  the  value  '5100  ohm. 

For  the  case  where  the  wire  is  held  central  in  the  largest  flow  and  the  conditions 
are  most  perfect  for  the  formation  of  a  moving  cloak,  the  mean  temperature  of  the 
wire,  as  given  by  its  increment  of  resistance,  over  and  above  the  mean  temperature 
of  the  water  column  in  the  flow-tube,  is  of  the  order  of  1 2°  C  This  shows  that,  at 
the  very  most,  only  one-quarter  of  the  total  quantity  of  water  flowing  through  the 
S-miUim.  flow-tube  per  second  was  receiving  heat  from  the  wire. 

In  the  case  where  the  wire  touches  the  sides  of  the  tube  for  its  fuU  length,  a 
greater  area  of  water  is  heated  by  conduction  and  diffusion  throughout  the  layers 
along  the  sides  of  the  tube,  which  do  not  move  at  such  a  high  rate  of  velocity  as  in 
the  centre.  The  increment  of  resistance  for  the  large  flow  given  in  the  tirst  set  of 
readings  for  this  case  shows  that  the  wire  was  of  the  order  of  7°  hotter  than  the 
mean  temperature  of  the  water,  and  indicates  that  about  one-half  of  the  total  flow 
was  employed  in  carrying  off  the  heat  from  the  wire.  When  the  water  is  thoroughly 
stirred  around  the  heating  wire,  and  in  particular  where  the  flat  heating  wire, 
twisted  into  spirals  down  the  flow-tube,  is  employed,  the  mean  temperature  of  the 
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wire  is  much  more  nearly  the  same  for  the  two  flows  and  more  nearly  equal  to  that 
of  the  water  column,  the  differences  being  of  the  order  of  1°  C.  only. 

Sec.  7. — Prelimina/ry  Measurements  of  the  Mechanical  Equivalent. 

Our  first  measurements  of  the  mechanical  equivalent  in  the  summer  of  1898  were 
made  with  Thermometer  C  and  Calorimeter  B.  This  had  a  flow-tube  slightly  less 
than  2  millims.,  and,  with  the  exception  of  the  device  for  eliminating  stream-line 
motion,  was  fitted  up  in  a  similar  way  to  the  later  calorimeters.  It  is  a  matter  of 
interest  to  determine  the  way  in  which  the  heat-loss  varies  with  rise  of  temperature 
for  this  case.  I  have  summarized  the  observations  which  we  made  at  that  time  to 
determine  this,  and  expressed  them  here  in  terms  of  the  same  values  for  the  units  as 
the  later  measurements.  The  results  are  corrected  to  the  same  value  of  Q,  and  were 
all  obtained  approximately  at  a  mean  temperature  of  30°  C. 

Relation  of  Heat-loss  to  Rise  of  Temperature. 


Large  flow. 
Q  =  -54000  gramme  per  second. 

Small  flow. 
Q  =  -  27300  gramme  per  second. 

dO.             i     (EC-4-2Qrf^)/rfft 

1 

de. 

(EC-4-2Qrf<?)/rf«. 

3-0462                         -04445 

5-9427          1               -04403 

8-9131                        -04298 

12-2129                        -04070 

2-°97l7 

5-8891 

9-0285 

11-9785 

•04941 
-04904 
-04982 
-04809 

The  readings  for  the  large  flow  are  very  consistent,  as  shown  by  the  plot  in  fig.  14, 
For  the  small  flow  the  variations  in  the  observations  are  far  fi:om  satisfactory,  but 
they  show  a  similar  decrease  in  the  value  of  the  heat-loss  with  rise  of  temperature 
as  for  the  large  flow.  The  decided  bend  in  the  curves  shows  that,  as  the  temperature 
of  the  out-flowing  water  is  decreased,  the  temperature  gradient  down  the  fine-bore 
tube  approaches  more  nearly  a  straight  line  {cf.  fig.  2,  p.  154.)  The  decrease  in  the 
heat-loss  with  increase  of  temperature  points  to  the  more  perfect  confinement  of  the 
heated  water  around  the  wire  in  its  passage  through  the  tube,  which  is  occasioned  by 
its  greater  difference  in  density. 

The  small  flow  allows  of  the  more  perfect  distribution  of  heat  throughout  the 
water  column  in  the  flow- tube,  and  the ,  curve  approaches  a  limiting  val.ue,  as  the 
temperature  is  lowered,  much  sooner  than  in  the  case  of  the  large  flow.  If  we  may 
assimie  the  two  limiting  values  of  the  heat-loss  per  degree  rise  in  the  calorimeter  for 
the  two  flows  by  extrapolating  for  a  value  of  d^  =  0  in  the  two  cases,  and  accept 


Digitized  by 


Google 


238 


DR.  H.  T.  BARNES  ON  THE  CAPACITY  FOR  HEAT  OF  WATER 


theBB  values  as  being  true  for  any  rise  where  the  temperature  distribution  is  uniform 
throughout  the  water  column  and  stream-line  motion  avoided,  then  the  value  of  d 
may  be  calculated.  The  two  values  of  the  heat-loss  per  degree  rise  so  obtained  were 
for  a  flow  of 

•54000  gramme  per  sec,  '04445  watt.         '27300  gramme  per  sec,  '04965  watt. 

The  latter  value  has  not  to  be  corrected  for  the  small  conduction  effect  for  the  small 
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\x 

l^ise    of  Temperature. 
Fig.  16. 
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flow  on  account  of  the  method  of  treatment.  Hence  the  value  of  d  comes  out 
—  '00464,  from  which 

J  =  4'2  (1  -  00464)  =  4-1805  joules,  at  30°  C. 

The  value  of  J  at  the  same  temperature,  obtained  with  the  other  ealorimeters  for  any 
rise  of  temperature  when  using  the  various  devices  for  obviating  stream-line  motion, 
is  4*1780  joules,  which  agrees  to  1  part  in  2000  with  this  value.  This  is  quite  as 
good  an  agreement  as  can  be  expected  from  the  manner  of  treating  the  observations, 
and  the  want  of  agreement  in  the  observations  themselves  for  the  small  flow,  which 
is  no  doubt  occasioned  by  the  uncertainty  introduced  by  the  stream-lines. 

Sec  8. — Experiments  between  0°  and  100°  C 

As  soon  as  it  became  clear  that  the  main  cause  of  error  had  been  removed  in 
eliminating  the  effect  of  stream-line  motion  in  the  calorimeter,  I  commenced  a  aeries 
of  experiments  to  extend  over  the  entire  range  of  temperature.  These  experiments 
ara  summarized  in  the  following  table  from  L  to  LV.,  and  include  upwards  of  46 
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complete  experiments.      They  extended  over  a  period  of  just  a  year,  and  divide 
themselves  naturally  into  8  separate  series.* 

Series  1.     Nos.  I.  to  XV. 

This  series  includes  experiments  with  Calorimeter  C,  between  4°  and  35°  C,  and 
Calorimeter  D,  at  28°.  Both  calorimeters  were  fitted  with  a  stranded  platinum  heating- 
wire  with  the  sQk-covered  rubber  cord  wound  round.  The  distilled  water  supplied  to  the 
calorimeter  was  boiled  before  running  under  the  oil,  in  bottles  forming  the  head,  but 
no  special  care  was  taken  to  keep  it  hot  while  running  in.  A  large  quantity  of  the 
air  was  driven  off  in  the  process  of  boiling,  but  subsequent  results  have  shown  that  the 
water  in  the  head  must  still  have  contained  a  considerable  quantity  of  dissolved  air. 
Several  of  the  experiments  include  other  flows,  besides  the  flows  used  throughout  the 
entire  series  of  experiments.  These  have  been  already  summarized  in  Section  5. 
The  correction  for  Thermometer  E  is  that  given  under  Group  I.,  Section  3,  c. 

Series  2.     Nos.  XVL  to  XXVH. 

Between  Series  1  and  2  several  alterations  were  made  to  the  apparatus,  one  of  the 
chief  being  the  introduction  of  40  feet  of  tin  tubing  into  the  constant  temperature 
tank  to  replace  a  similar  amount  of  copper  tubing  used  previously.  This  was  found 
necessary  owing  to  the  gradual  formation  of  copper  rust  in  the  tube.  This  rust  was 
carried  into  the  small  rubber  tube  conveying  water  from  the  tank  to  the  calorimeter, 
and  gradually  reduced  the  flow.  The  experiments  were  extended  from  22®  up  as  far 
as  60°  C,  where  they  had  to  be  discontinued  in  order  to  further  refine  the  regulating 
attachments.  The  calorimeter  was  fitted  with  a  solid  platinum  heating-wire,  with 
silk-covered  rubber  cord.  The  agreement  of  the  results  at  the  lower  points  between 
22°  and  35°  with  those  in  Series  1  is  very  satisfactory.  Above  45°  the  results  are 
not  so  consistent,  probably  on  account  of  the  fluctuations  in  gas-pressure  supplying 
the  main  heat  to  the  circulating  system.  The  experiment  at  60°  was  taken,  however, 
when  no  other  gas  was  being  used  in  the  building,  and  the  conditions  were  unusually 
steady.  Rises  of  temperature  of  11°  and  5°  were  tried  as  a  check  on  the  measure- 
ments. The  correction  for  Thermometer  E  is  that  obtained  in  the  test  in  Group  11. , 
Section  3,  c. 

Series  3.     Nos.  XXVIH.  to  XXXIL 

This  series  includes  another  attempt  to  obtain  the  high  temperatures,  but  nearly 
all  the  experiments  were  spoiled  by  the  liberation  of  air  inside  the  calorimeter.  The 
experiment  at  67^  is  given  as  an  illustration  of  the  effect  produced  by  the  appearance 
of  air.  In  this  series  the  air  bubbles  were  found  in  the  calorimeter  water  after  the 
experiment,  in  spite  of  the  fact  that  the  distilled  water  was  kept  continuously  boiling 
as  it  was  supplied  to  the  head  bottles,  and  was  cooled  from  100°  C.  only  by  the  cold 
*  In  the  following  d  is  used  instead  of  the  8  of  Sec.  2. 
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water  already  in  the  bottles.  The  correction  to  the  fundamental  interral  of  Thermo- 
meter E  is  the  same  as  for  the  last  series. 

Series  4.     Nos.  XXXIIL  to  XXXV. 

This  series  includes  experiments  with  Calorimeter  C,  using  the  flattened  platinum 
strip  for  heating  wire,  instead  of  the  central  wire  conductor  and  elastic  strip.  These 
observations  are  summarized  in  Section  5.  The  use  of  the  flat  wire  was  found  to 
produce  more  irregularity  in  the  heat-loss  between  the  different  flows,  especially 
apparent  on  the  small  flows,  and  no  doubt  occasioned  by  the  fact  that  the  wire 
touched  the  sides  of  the  tube.  The  correction  for  the  fundamental  interval  of 
Thermometer  E  is  that  given  under  Group  III.,  in  Section  3,  c. 

The  agreement  of  the  value  of  J  with  the  other  measurements  is  very  satisfactory, 
and  the  more  so  because  the  heating  conductor  was  changed  not  only  in  form  but  in 
resistance. 

Series  5.     Nos.  XXXVI.  and  XXXVII. 

'  Experiments  with  Calorimeter  E  with  flat  heating  strip.  The  fine-bore  tube  was 
slightly  over  3  millims.  in  diameter,  and  was  the  largest  tried  in  these  experiments. 
The  first  experiments  with  this  calorimeter  were  made  with  the  central  wire  conductor 
and  large  rubber  cord,  but  were  neither  satisfactory  nor  consistent.  The  effect  of  the 
stream-line  motion  apparently  began  to  come  in,  with  the  helical  motion  in  the  water, 
probably  from  the  size  of  the  flow-tube  compared  to  the  size  of  the  heating-wire. 
The  thermometer  was  the  same  in  every  respect  to  that  used  ia  Series  4. 

Series  6.     Nos.  XXXVIIL  to  XLVIII. 

In  this  series.  Calorimeter  C  was  refitted  with  central  solid  platinum  heating- wire 
with  silk-covered  rubber  cord.  Thermometer  E,  Group  III.,  was  still  used.  Measure- 
ments fi:om  20°  to  0°  were  made,  and  the  values  obtained  under  Series  1  and  2 
completely  verified.  The  observations  were  extended  below  4°,  and  the  lowest  point 
obtained  was  for  a  rise  of  temperature  of  1°  above  0°  In  this  experiment  only  one 
flow  was  obtained,  but  the  value  of  d  may  be  calculated  with  some  degree  of 
approximation  by  assuming  the  value  of  the  heat-loss  for  the  two  other  determina- 
tions with  inflow- water. at  0"^,  and  correcting  for  the  temperature  coefficient  of  the 
radiation.  This  experiment  was  done  principally  to  test  the  rapid  increase  of  the 
specific  heat  at  the  freezing-point.  An  attempt  was  also  made  to  obtain  the  high 
points,  but  with  no  more  success  than  in  the  previous  attempts. 

Series  7.     Nos.  XLIX  and  L. 

Between  Series  6  and  the  present  series,  various  devices  were  tried  to  obviate  the 
effect  of  dissolved  air  in  the  boiled  water.     The  plan  was  finally  adopted  of  preparing 
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absolutely  air-free  water,  as  described  in  Section  5,  and  from  this  time  on  the  work  at 
the  higher  points  progressed  more  favourably.  In  this  series  observations  were 
obtained  at  30°  and  86°,  but  the  latter  unfortunately  with  only  one  flow.  The  second 
flow  could  not  be  taken  on  account  of  the  rapid  evaporation  of  water  from  the  tank, 
the  constant-level  device  not  being  used  at  that  time.  Here  again,  extrapolation  for 
the  heat-loss  from  the  value  at  30°  can  be  made,  but  the  procedure  can  hardly  be 
justified  with  a  greater  accuracy  than  1  in  1000.  The  agreement  with  the  later 
results  is,  however,  extraordinarily  good. 

Series  8.     Nos.  LL  to  LV. 

This  series  was  made  with  box  2  and  Thermometer  E,  involving  the  F.I.  correction 
in  Group  IV.  It  extends  from  32°  C.  to  92°  C,  and  in  many  respects  is  the  most 
important  series  of  the  whole.  The  Calorimeter  C  was  refitted  throughout  so  as  to 
give  an  entirely  new  set  of  observations.  The  complete  agreement  of  the  measure- 
ment of  the  specific  heat  at  32°  C.  with  the  other  measurements  with  box  1,  eliminates 
any  possible  error  due  to  the  box  and  its  connections.  The  four  sets  of  observations 
at  the  higher  points  are  exceedingly  consistent,  and  distinctly  show  that  the  previous 
trouble  to  obtain  the  measurements  in  this  region  was  due  to  the  eflTect  of  the  air  in 
the  water.  Not  the  slightest  trouble  was  experienced  with  air  making  its  appearance 
in  the  calorimeter  in  these  experiments.  The  order  in  which  these  observations  were 
taken  was  as  follows:  32°,  74°,  92°,  80°  and  68°,  between  which  the  calorimeter 
cooled  down  to  the  temperature  of  the  laboratory,  and  had  to  be  heated  up  to  the 
desired  point  each  time.  The  measurement  at  86°  in  Series  7  is  in  very  good  agree- 
ment with  these.  The  beautiful  consistency  of  this  last  series  of  measurements  might 
make  it  desirable  to  repeat  the  observations  between  50°  and  60°  C.  with  air-free 
water.  I  did  not  consider  this  was  necessary,  however,  as  the  continuity  of  the 
observations  at  the  two  ends  of  the  range  is  so  good,  and  the  divergence  in  the  results 
obtained  between  50°  and  60°  C.  is  so  clearly  explained  by  unforeseen  and  extraneous 
causes. 

The  calculation  of  the  results  in  the  tables  just  given  for  the  determination  of  the 
value  of  the  electrical  and  heat  energy  has  been  very  much  facilitated  by  the  use  of 
the  Brunsviga  calculating  machine,  which  is  very  much  to  be  recommended  for  this 
class  of  work.  For  the  application  of  the  small  correction  factors,  and  for  the  final 
estimation  of  the  values  of  d  and  h^  the  Fuller  cylinderical  slide-rule  has  been 
constantly  used.  The  values  of  the  electrical  and  heat  watts  given  in  the  summary 
at  the  foot  of  each  table  may  therefore  be  in  error  by  2  or  perhaps  3  in  the  fourth 
decimal  place,  but  no  more,  but  I  feel  confident  that  in  the  estimation  of  the  mean 
value,  upon  which  the  value  of  d  depends,  this  error  tends  to  disappear,  and  that  the 
value  of  d  given  by  the  measurements  in  any  of  the  tables,  represents  the  observa- 
tions to  an  accuracy  of  1  part  in  100,000. 

VOL.  cxcix. — A.  2  I 
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Summary  of  Results  of  Observations. 

The  following  table  contains  a  summary  of  the  observations  arranged  and 
abstracted  by  Professor  Callendar.  The  original  tables  (abridged),  giving  details 
of  corrections  and  calculations,  are  preserved  for  reference  in  the  Archives  of  the 
Royal  Society. 

The  first  column  gives  the  number  and  date  of  the  corresponding  Abridged  Table 
preserved  in  the  Archives.  The  second  column  gives  the  temperature  of  the  jacket 
water  or  inflow,  taken  by  means  of  a  mercury  thermometer,  and  corrected  to  the 
nearest  hundredth  of  a  degree.  The  third  column  gives  the  mean  diflference  of 
temperature,  d0,  between  the  inflow  and  outflow,  observed  to  the  ten-thousandth  of  a 
degree  by  means  of  a  pair  of  differential  platinum  thermometers,  and  reduced  by  the 
parabolic  difference  formula,  assuming  the  boiling-point  of  sulphur  to  be  444*53°  C. 
The  fourth  column  gives  the  flow  of  water,  Q,  through  the  calorimeter,  in  grammes 
per  second,  reduced  to  vacuum.  The  fifth  column  gives  the  value  of  the  product, 
4*2  Q  (10,  for  comparison  with  the  power,  EC  in  watts,  given  in  the  next  column. 
The  seventh  column  gives  the  difference,  EC  —  4*2  Q  d0,  of  the  numbers  in  the  two 
previous  columns  divided  by  d0.  This  quotient  is  denoted  by  D,  and  is  used  in 
calculating  the  results  given  in  the  last  column,  by  means  of  the  difference  equation 

EC/d0  -  4-2  Q  =  D  =  4-2  Q  cZ  +  ^, 

in  which  d  expresses  the  fractional  variation  of  the  specific  heat  of  water  in  terms  of 
an  arbitrary  unit  4 '200  joules,  as  defined  by  the  relation  J  =  4*200  (1  +  d),  and 
the  symbol  h  denotes  the  rate  of  heat-loss  in  watts  per  degree  rise  of  temperature. 
The  value  of  d  is  found  by  combining  the  observations  for  the  two  different  flows  Q' 
and  Q",  which  give  the  relation 

d  =  (D'  -  D'')/4-2  (Q'  -  Q''). 

The  values  of  h  and  J  follow  immediately  fi:om  that  of  d.  The  values  of  EC  and  J 
are  calculated  assuming  the  E.M.F.  of  the  Clark  cell  at  15^  C.  to  be  1'4342  volts, 
but  this  does  not  affect  the  relative  values. 

In  cases  where  more  than  two  different  flows  were  taken  at  the  same  temperature, 
the  values  of  d  and  h  are  calculated  from  the  largest  and  smallest  flow.  These 
values  of  d  and  h  are  then  assumed  to  calculate  a  value  of  D  for  the  intermediate 
flow  for  comparison  with  the  value  of  D  deduced  from  the  observations. 
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Table  XVIIL — Summary  of  Eesults  of  Observations. 


Number 
and  date. 


Jacket.    I  Temp.  rise. 
Temp."  C.I    de,''C. 


Flow  Q. 
gm./sec. 


Product. 


Watts. 
EC. 


mff.ido, 

D. 


Series  I.     Calorimeter  D.    Stranded  Conductor.    Thermometer  E,  I. 


I.  24-03 

Feb.  15,   1      (Not  re 
1899.  24-04 

24  02 


11. 

Feb.  15, 

1899. 


III. 

Feb.  20, 

1899. 


IV. 
Feb.  20,   I 
1899. 


V.        I 

Feb.  22,    I 

1899.      ' 


VI. 
Feb.  22. 


VIII. 
Mar.  2. 

IX. 

Mar.  9, 

1899. 


X. 

Mar.  9. 

XII. 

Mar.  11, 

1899. 


7-5234 
peated) 
7-7745 
7-9463 


24-00  7-8882 
(Not  re  peated) 

2401  I  80033 
(Not  repeated) 


-674106 

•399290 
•390196 

•496655 

-248234 


21-3006  * 

13-0379 
13-0225 

16-4544 

8-3447 


21-7331 

13-5290 
13-5245 

16-9383 

8-8802 


-05749 

-06317 
•06318 

-06135 

•06691 


25- 
25- 
25- 
25- 

25- 
25- 
25- 
25- 

25  • 
25- 
25- 
25  • 

25- 
25- 


VII.  25- 

Mar.  2,  25: 

1899.      I  25- 

1  25- 


25- 
25- 

9- 
9- 
9- 
9- 

9- 
9- 

13- 
13- 
13- 


Calorimeter  C.     Stranded  Conductor. 


2800 
2607 
8260 
8194 

9199 
9144 
3294 
3186 

9361 
8800 
6334 
6280 

0937 
0700 

6807 
6536 
2841 
2807 

6652 
6524 

4272 
4153 
5876 
5654 

5046 
4889 

1298 
1222 
2117 


•03 

7-9646 

-666042 

22- 

•03 

7-9775 

•664388 

22- 

•06 

8-2608 

-398498 

13- 

•06 

8-2560 

-398540 

13- 

•03 

8-2281 

-258114 

8- 

•03 

8-2284 

-257947 

8- 

•06 

8-2199 

-501957 

17" 

•06 

8-2301 

-501026 

17^ 

•07 

7-9031 

•660813 

21- 

•07 

7-9083 

•658690 

21- 

•07 

8^2680 

•392675 

13^ 

•07 

8  2635 

•392362 

13^ 

•07 

8^1938 

•496670 

17- 

•07 

8^1844 

•496553 

17- 

•01 

8^3390 

•590477 

20- 

•01 

8  3439 

•589356 

20- 

•01 

8-4310 

•375154 

13- 

•01 

8-4304 

•375076 

13- 

•01 

8-3979 

•472489 

16- 

•01 

8-4060 

•471670 

16. 

•51 

8-5768 

•372746 

13- 

•51 

8-5803 

-372262 

13- 

•51 

8-5499 

•573318 

20- 

•51 

8-5616 

•571920 

20- 

•51 

8-5586 

•459149 

16- 

•51 

8-5683 

•458194 

16- 

•30 

8-7411 

•357638 

13- 

•30 

8-7241 

•358131 

13- 

•31 

8-9195 

•566221 

21- 

)nd  in 

terval,  regii 

lator  failed) 

22-5697 

a,  i. 

22-5504 

14-1689 

14-1634 

9-2922 

9-2879 

17-6567 

17-6450 

22-2194 

22-1628 

13-9749 

13-9692 

17-4137 

17-3911 

20-9912 

20-9653 

13-6363 

13-6362 

16-9992 

16-9885 

13-7377 

13-7261 

20^8827 

20^8595 

16  8060 

16-7912 

13-4508 

13-4428 

21-5153 

03637 
03632 
04151 
04167 

04525 
04539 
03982 
03966 

03585 
03576 
04131 
04129 

03906 
03924 

03723 
03734 
04177 
04181 

03977 
03998 

03620 
03622 
03452 
03439 

03522 
03529 

03673 
03675 
03404 


Eesults. 


d=-  -00485, 
A=  +  -07122, 
J=   4  1796, 
at  28°  01  C. 

d='   00533, 
A=  + -07247, 
J=  4-1776, 
at  28**  01  C. 


rf=  -  -00469, 
A=  +  -04944, 
J=   4-1803, 
at  29^-10  C. 

rf=  -  -00546, 
A=  + -05123, 
J=   41771, 
at29°-09C. 

i=  -  -00489, 
A=  +  -04937, 
J=   4-1795, 
at29''-ll  C. 

D  calc. 
= -03917. 

d=-  -00499, 
A=  +  -04965, 
J=   4  1790, 
at29°-21  C. 

D  calc. 
=   03975. 

rf=  -  -00208, 
A=  + -03946, 
J=   4-1913, 
at  13' -79  0. 

D.  calc. 
=  -03546. 

e?=  -00309, 
A- + -04139, 
J=   4- 1870, 
at  H'' -69  0. 
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Table  XVIII. — Summary  of  Kesults  of  Observations — continued. 


Number 
and  date. 

Jacket. 
Temp.  °C. 

Temp.  rise. 
d0,'C. 

FlowQ. 

gm./sec. 

Product. 
4-2Qrf(9. 

Watts. 
EC. 

JM./de. 
D. 

Results. 
d,h,J. 

Series  I. 

1                     1 
Calorimeter  C.    Stranded  Conductor. 

1 
Thermometer  E,  I. — continued. 

xni. 

Mar.  16, 
1899. 

19°  95 
19-95 
19-95 
19-95 

8°-4978 
8-5149 
8-4695 
8-4963 

-373778 
•372934 
-587077 
-584879 

13-3404 
13-3371 
20-8834 
20-8686 

13-6769 
13-6734 
21-1846 
21-1708 

•03960 
•03950 
•03556 
•03557 

d=-  -00446, 
A=  + -04655, 
J=  4-1813, 
at  24°  •  20  C. 

XIV. 

Mar.  17, 

1899. 

30  15 
30-16 
30-16 
30-17 

8-6230 
8-6154 
8-6037 
8-6283 

•358452 
-358388 
-567099 
-565123 

12-9819 
12 •9682 
20^4924 
20-4794 

13-3758 
13-3639 
20-8450 
20-8314 

•04568 
•04593 
•04099 
•04080 

d=  -  ^00561, 
A=  +  •  05424, 
J=   4^1765. 
at  34°  •  47  C. 

XV. 

Mar.  24, 

1899. 

0-13 
0-13 
0-13 
013 

8-3170 
8-3407 
8-2833 
8-2883 

-559701 
•557801 
-361401 
-360873 

19-5511 
19-5402 
12  6730 
12  5622 

19-9014 
19-8913 
12-8992 
12-8898 

•04212 
•04210 
•03938 
•03953 

rf=+   00330, 
*=  +  •  03437, 
J=   4  2138. 
at    4° -28  0. 

Series 

II.    Calorin 

leter  C.    Solid  Conductor. 

Thermometer  E,  II. 

XVI. 

June  6, 

1899. 

18°  17 
18-16 
18-17 

7° 9225 
7-9999 
7-9672 

-404339 
•633704 
•401420 

13  4542 
21-2922 
13-4324 

13-7653 
21-5737 
13-7441 

•03927 
-03519 
-03913 

d=  -  •00413, 
A=  +  ^04619, 
J=   4  1827, 
at  22°  •  16  C. 

XVII. 

June  8, 

1899. 

27-29 
27-30 
27-30 
27-30 

8-2190 
8-2310 
8-1357 
8-1545 

•618698 
•617503 
•394624 
•393530 

21-3573 
21-3472 
13-4843 
13-4780 

21-6793 
21-6712 
13-8447 
13-8404 

•03918 
■03936 
-04430 
•04444 

rf=  -  •00542, 
A=  +  •05334, 
J=   4  1773, 
at  31°  40  0. 

XVIII. 

June  9, 

1899. 

27-97 
27-97 
27-97 
27-97 

8-4281 
8-4467 
8-3590 
8-3803 

-602990 
-601265 
•383786 
-382529 

21-3447 
21  3305 
13  64739 
13-4640 

21-6740 
21-6632 
13-8410 
13-8360 

•03908 
•03939 
-04392 
•04439 

rf=  -  •00536, 
A=  +  •05282, 
J=   4  •1775, 
at  32°  - 17  C. 

XIX. 

June  12, 

1899. 

36-82 
36-82 
36-83 
36-84 

8-3641 
8-3726 
8-3746 
8-3717 

-636775 
-635489 
•381973 
•381800 

22-3694 
22-3469 
13-4352 
13-4245 

22-7438 
22-7246 
13-8606 
13-8493 

•04476 
•04511 
•05068 
•05074 

d=-  -00540, 
h=  +  -05939, 
J=  4-1773, 
at41°02C. 

XX. 

June  12, 

1899. 

41-30 
41-30 
41-30 
41-30 

8-3720 
8-3892 
8-4063 
8-4068 

-632463 
-630617 
-397132 
-396628 

22-2389 
22-2195 
14-0213 
14-0043 

22-6538 
22-6331 
14-4785 
14-4633 

•04956 
•04931 
-05439 
•05460 

rf=  -  -00514, 
h=  +  -06306, 
J=   4-1784, 
at  45°  -  49  C. 

XXI. 

June  14, 

1899. 

45-70 
45-70 
45-69 
45-70 

7-9687 
7-9689 
7-9639 
7-9648 

-666393 
-665414 
-419567 
•418914 

22-3033 
22-2705 
14-0339 
14-0136 

22-7174 
22-6825 
14-4908 
14-4700 

•05197 
•05171 
•05737 
•05730 

d=-  -00531, 
A=  + -06669, 
J=   4-1777, 
at  49°  -  68  C. 

XXII. 

June  14, 

1899. 

.  50-52 
50-52 
50-50 
50-53 

8-2051 
8-2065 
8-1496 
8-1528 

•631248 
•630085   • 
•401674 
•400859 

21-7537 
21-7173 
13-7486 
13-7261 

22-2358 
22-2001 
14-2543 
14  2374 

•05876 
•05884 
•06206 
•06272 

d=-  -00372, 
A=  +  -06867, 
J=   4-1844, 
•   at  54°- 61  C. 
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Table  XVIIT. — Siimmary  of  Eesiilts  of  Observations — cotitinued. 


Number 

Jacket. 

Temp.  rise. 

FlowQ. 

Product. 

Watts. 

Diff./'f  A 

Results. 

aud  date. 

Temp.'C. 

de,'C. 

gm./8ec. 

i-2qde. 

EC. 

D. 

1          d,h,J. 

Series  IL 

Calorimeter  C.    Solid  Conductor.    Thermometer  E,  11.— continued. 

xxin. 

55°  64 

8-3805 

-612400 

21-5553 

22 •0876 

•06351 

rf=  -   00341, 

June  17, 

55-64 

8-3835 

-611227 

21-5217 

22-0532 

•06339 

A=  +  •07220, 

1899. 

55-61 

8-3534 

•388491 

13-6299 

14-1874 

-06674 

J=   4^1849, 

55-61 

8-3674 

-387534 

13-6191 

14  1760 

-06656 

at  59°  •  80  C. 

XXIV. 

55-61 

8-3158 

•462971 

16-1699 

16^7134 

•06536 

D  calc. 

June  17. 

55-61 

8-3395 

-461364 

16  1595 

16^7062 

•06542 

=  -06559. 

XXV. 

27-15 

11-3447 

-642.348 

30-6064 

31  0604 

•04002 

rf=  -  -00528, 

June  20, 

27-15 

11-3383 

-641338 

30-5410 

30^9955 

•04008 

A=  + -05429, 

1899. 

27-17 

11-3324 

-402771 

19  1703 

19^6835 

•04529 

J=   4-1778, 

27-17 

11-3428 

-402108 

19-1562 

19-6715 

•04542 

at  32° -81  C. 

XXVI. 

27-16 

11-2504 

-489797 

23-1437. 

23-6345 

•04363 

D.  calc. 

June  20. 

27-17 

11-2418 

-488845 

23-0811 

23-5726 

•04372 

=  -04345. 

XXVII. 

27-98 

5-1297 

-610593 

13-1551 

13-3565 

•03926 

d=-  -00555, 

June  22. 

27-98 

5-1365 

•608831 

13- 1344 

13-3379 

-03962 

A=  +  -05364, 

27-99 

5-1579 

•383538 

8-3086 

8-5392 

-04471 

J=  4  1767, 

27-99 

5-1613 

•382650 

8-2948 

8-5256 

•04472 

at  30° -54  0. 

Series  I 

II.     Calorin 

leter  C.    The 

trmometer  E, 

II.    Solid  Co 

nductor. 

XXVIII. 

25°  44 

8°  0202 

•634819 

21-3838 

21-7067 

•04026 

d=  -  -00496, 

Sept.  4, 

25-44 

8-0343 

•632988 

21-3596 

21-6841 

•04039 

A=  + -05352, 

1899. 

25-45 

8-0981 

•384855 

13-0896 

13-4580 

•04549 

J=   4-1792, 

25-45 

8-1079 

•384098 

13-0797 

13-4487 

•04552 

at  29°  -  47  C. 

XXIX. 

27-14 

8-0488 

•630942 

21-3290 

21-6566 

•04070 

d=-  -00544, 

Sept  6, 

27-14 

8-0548 

•630005 

21-3131 

21-6420 

•04083 

A=  +  -05518, 

1899. 

27-14 

8-1703 

•380614 

13-0608 

13-4412 

•04656 

J=  41771, 

27-14 

8-1808 

•379886 

13-0526 

13 -'4340 

•04662 

at  31°  -  22  C. 

XXX. 

34-60 

8-3187 

-394336 

13-7775 

14-2055 

•05145 

rf=  -  -00530, 

Sept.  12, 

34-60 

8-3139 

-394088 

13-7609 

14-1916 

•05180 

h=  +  -06041, 

1899. 

34-60 

8-3018 

-626817 

21-8555 

22-2412 

•04647 

J=  4  1777, 

34-60 

8-3159 

-625193 

21 •8360 

22-2225 

•04648 

at  38°  -  76  C. 

XXXI. 

63-33 

8-3443 

•390990 

13-7027 

14-3302 

•07520 

rf=  -  -00395, 

Sept.  14, 

63-33 

8-3517 

•390431 

13 •6952 

14-3256 

•07547 

A=  +  -08182, 

1899. 

63-33 

8-3782 

•627514 

22^0812 

22-6775 

•07117 

J=   4-1834, 

63-33 

8-4042 

•625068 

22^0633 

22-6657 

•07168 

at  67° -52  0. 

XXXII. 

50-41 

8-2923 

•393061 

13  6893 

14-2326 

•06552 

d=-  -00473, 

Sept.  18, 

50-42 

8-2990 

•392595 

13^6841 

14-2267 

•06538 

h=  +  -07325, 

1899. 

50-43 

8-2824 

•626272 

21^7855 

22^2875 

•06061 

J=   4-1801, 

50-43 

8-2965 

•624643 

21  •  7658 

22^2722 

•06104 

at  54° -57  0. 
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Table  XV111.-S 

mninary  of  Besults  of  Observations— coniwt^rf. 

Number 
and  date. 

Jacket. 
Temp. "  C. 

Temp.  rise. 

de,  °  c. 

FlowQ. 

gm./sec. 

Product. 
4^2Qrfe. 

Watta. 
EC. 

TAS.Ide. 
D. 

Results.         , 
d,h,3. 

Series  rV. 

1          1          1          1         1 

Calorimeter  C.    Spiral  strip,  no  robber  cord.    Thermometer  E,  IH. 

xxxni. 

Oct.  14, 
1899. 

24°  64 
24-64 
24-65 
24-65 

8-°3069 
8-3212 
8-2446 
8-2446 

•626436 
•625128 
-381577 
■381454 

21 •8557 
21^8476 
13^2130 
13  2087 

22  2313 
22^2248 
13  6288 
13  6226 

•04521 
•04533 
•05044 
•05021 

d=-  -00493, 
h=  +  -05826, 
J=  4-1793, 
at  28° -77  0. 

XXXIV. 

Oct.  18, 
1899. 

25-97 
25-97 
25-98 
25-98 

6-1009 
5-1086 
5-0887 
5-0894 

-636545 
-635186 
-388460 
-388232 

13-6372 

13-6286 

8-3024 

8^2987 

13  8676 

13-8622 

8-5598 

8-5565 

•04518 
•04573 
•05058 
•05065 

rf=  -  -00497, 
h=  +  -05870, 
J=  4- 1791, 
at  28°  •  52  C. 

XXXV. 

Oct.  19, 

1899. 

27-38 
27-38 
27-38 
27-38 

2-2053 
2-2095 
2-2416 
2-2432 

-620890 
•619353 
-376414 
-375879. 

6^7508 
5-7475 
3-5437 
3-5412 

5 • 8510 
5^8475 
3^6547 
3  6532 

•04544 
•04525 
•04951 
•04992 

rf=  -  •  00427, 
A=  +  •  05645, 
J=   4- 1821, 
at  28°  •  49  C. 

Series 

V.     Calorin 

leter  E  (3  mil 

lims.),  spiral  strip.    Thermometer  £,  IH. 

XXXVI. 

Oct.  27, 

1899. 

25°  74 
25-75 
25-74 
25-75 

8°-3281 
8-3360 
8-3310 
8-3436 

-623288 
■622427 
-384073 
■383177 

21-8013 
21-7919 
13-4387 
13-4377 

22^1831 
22-1727 
13-8652 
13-8551 

•04584 
•04566 
•05119 
•05122 

d=-  •  00542, 
A=  +  •  05994, 
J=   4  •1772, 
at  29°  92  0. 

XXXVII. 

Nov.  1. 

17-02 
17-02 
17-08 
(Flow  no 

7-7440 

7-7488 

7-7804 

t  repeated) 

-689271 
-687919 
•485563 

22-4184 
22-3883 
15^8671 

22-7443 
22-7199 
16-2241 

•04208 
•04280 
•04589 

d=-  •00404, 
A=  + -05414, 
J=   4  1830, 
at  20°  •  92  C. 

Seri 

esVI.    Soli 

d  Conductor. 

Thermomet( 

ar  E,  ni.    Calorimeter  C. 

XXXVIII. 

Nov.  3, 
1899. 

16°  01 
1601 
16-01 
16-01 

8° 2408 
8-2549 
8-2575 
8-2554 

-603561 
-602250 
•375191 
•375065 

20^8901 
20-8804 
13-0122 
13  0043 

21-1857 
21-1744 
13-3381 
13-3325 

•03587 
•03598 
•03947 
•03976 

d=-  •  00384, 
h=  +  •  04567, 
J=   4  1838, 
at  20°  18  0. 

XXXIX. 

Nov.  4, 
1899. 

16-00 
16-00 
16  00 
16-00 

2-1866 
2-1878 
2-1855 
2-1866 

•576497 
•575717 
•357957 
•357600 

5-2944 
5^2901 
3-2857 
3-2841 

5-3737 
5-3699 
3-3713 
3-3699 

•03627 
•03647 
•03917 
•03924 

d=  -  -00310, 
A=  + -04387, 
J=   4-1870, 
at  17° -09  0. 

XL. 

Nov.  6, 
1899. 

17-57 
17-57 
17-59 
17-60 

5-0878 
5-0992 
5-1071 
5-1142 

•606172 
•604361 
•377173 
•376515 

12-9531 

12-9433 

8-0903 

8-0874 

13- 1370 

131274 

8-2943 

8-2916 

•03615 
•03611 
•03995 
•03993 

rf=  -  -00397, 
A=  +  -04622, 
J=   4-1833, 
at  20°  - 13  C. 

XLI. 

Nov.  14, 
1899. 

16-34 
16-34 
16-36 
16-38 

8-1889  • 
8-2003 
8-2198 
8-2261 

•608476 
•607098 
•383107 
•382518 

20^9275 
20^9093 
13  2261 
132159 

1 

21-2381 
21-2208 
13-5703 
135613 

-03793 
-03799 
-04188 
-04199 

d=-  -00420, 
A=  +  -04867, 
J=   4-1824, 
at  20° -45  0. 
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Table  XVIJI. — Summary  of  Eesults  of  ObservatioDs — continued. 


Number 
and  date. 


XLII. 

Nov.  16, 

1899. 


XLIII. 

Nov.  17, 

1899. 


XLIV. 

Nov.  18, 
1899. 


XLV. 

Nov.  22, 
1899. 


XLVI. 
Nov.  22. 

XLVII. 

Nov.  27, 

1899. 


XLVIIL 

Nov.  29, 

1899. 


Jacket.     Temp.  rise. . 
Temp.**C.      d^, '^C.     i 


FIowQ. 
gm./sec. 


Product. 
4-2  Q  dO. 


Watts. 
EC. 


Diff.ide. 

D. 


Results. 
d,h,J. 


Series  VI.    Solid  Conductor.    Thermometer  E,  III.     Calorimeter  C. — continued. 


14-65 
14-65 
14-63 
14-63 


7- 
7- 
7- 

7- 

0- 
0- 
0- 
0- 

0- 
0- 
0- 
0- 

0- 
0- 


50 
57 
67 
70 

15 
15 
15 
15 

15 
15 
15 
15 

15 
15 


25-22 
25-22 
25-21 
25-21 

46-77 
46-78 
46-79 
(Not  re 


2-1581 
21614 
2-1391 
2-1420 

2  1065 
2-1050 
2  0664 
2-0577 

2-1993 
2-1982 
2-1909 
2-1916 

5  0561 
5  0694 
5-0738 
5  0772 

1-0483 
10493 

8-4686 
8-4910 
8-4064 
8-4159 

8-5495 
8-5767 
8-4380 
peated) 


-581584 
•579646 
•363655 
•362870 

•587245 
-586733 
•372448 
•372092 

•592582 
-591463 
-389629 
-389077 

•616583 
•614942 
•369790 
•369335 

•598234 
•597057 

•601120 
•599162 
•377559 
•376851 

•592608 
-590139 
•370080 


5-2715 
5-2620 
3-2672 
3-2646 


5-1955 
5-1873 
3-2325 
3-2158 


4737 
4606 
5853 
5813 


13-0935 

13  0929 

7-8802 

7-8758 

2-6339 
2-6313 

21-3807 
21-3675 
13-3304 
13-3205 

21-2822 
21-2580 
13-1155 


5-3533 
5-3464 
3-3543 
3-3521 

5-2791 
5-2720 
3-3141 
3-2982 

5-5842 
5-5714 
3-6861 
3-6820 

13-3381 
13-3344 

8^1040 

8^1007 

2-6880 
2-6863 

21-7224 
21-7149 
13-7105 
13-7023 

21-7592 
21-7367 
13-6267  I 


•03790 
-03905 
-04072 
•04085 

-03969 
•04024 
-03949 
-04044 

-05024 
•05041 
•04601 
•04594 

•04838 
-04764 
•04410 
•04429 


•04035 
•04093 
-04522 
-04537 

•05579 
-05582 
-06058 


I 


/i=  + 
J=  4 
at  15^* 

rf=  + 

J=  4 

at  8'' 


I  /t=  + 

,  J=  4 

I  at  r 

I  J=  4 

!  at2*' 


-05160    d=  + 
•05241    h=  + 


d=- 
A=  + 
J=  4 
at  29" 

d=- 
A=  + 
J=  4 
at5r 


00254, 
04467, 
1893, 
71  C. 

00022, 
03943, 
2009, 
66  C. 

00512, 
03759, 
2215, 
35  C. 

00370, 
03842, 
2155, 
68  C. 

00597, 
0370. 

00497, 
05316, 
1791, 
43  C. 

00513, 
06855, 
1785, 
02  C. 


Series  VII.    Calorimeter  0.    Solid  Conductor.    Thermometer  E,  III.     Air-free  Water. 


XLIX. 

Jan.  1, 

1900. 


L. 

Jan.  6. 


24-94 
24-94 
24-95 
24-95 

81-56 
81-60 


8-3727 
8-3774 
8-3435 
8-3449 

8-0278 
8-0325 


•579770 
•579087 
•355436 
•355120 

•646259 
•644355 


20-3878 
20-3751 
12-4554 
12-4465 

21-7898 
21-7383 


20^7297 
20-7219 
12-8365 
12-8282 

22-5230 
22-4762 


-04083 
•04140 
•04567 
•04574 

•09133 
•09186 


d^'-      •00488, 
/i=  + -05299, 
J=  4- 1795, 
at  29" -13  0. 

rf=  -  ^00052, 
/t=  +  ^0930. 


LI. 

Feb.  24, 

1900. 


Series  VIII.     Calorimeter  C.     Solid  Conductor.     Thermometer  E,  IV.    Box  II. 


28^15 
28^15 
28-16 
28-16 


8-2035 
8-2223 
8-2468 
8-2613 


•645683 
•643769 
•404207 
•403213 


22^2468 
22  2317 
14-0003 
13-9904 


22-6039 
22  5931 
14-4041 
14-3966 


•04358 
•04396 
•04897 
•04917 


d=  -  00521, 
^=  +  •05791, 
J=  4^1781, 
at  32"  26  0. 
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Table  XVIII. — Summary  of  Results  of  Observations — continued. 


Number 

Jacket. 

Temp.  rise. 

FlowQ. 

Product. 

Watts. 

Di«./de. 

Results. 

and  date. 

Temp.  °  C. 

de,'C. 

gm./sec. 

4^2  Q  dO. 

EC. 

D. 

d,h,J. 

Series  VHI.     Calorimeter  C 

.    Solid  Conductor.    Thermometer  E,  IV.    Box  II. — continued. 

LH. 

69-85 

8-3152 

-622088 

21  •  7257 

22-3864 

•07947 

d=-  -00189, 

Feb.  28, 

69-85 

8-3226 

-620830 

21^7011 

22-3672 

•08044 

A=  + •08469, 

1900. 

69-86 

8-4472 

-385739 

13^6853 

14-3733 

•08146 

J=   4^1920, 

69-86 

8-4893 

•383723 

13-6816 

14-3761 

•08181 

at  74°  05  0. 

Lin. 

87-42 

8-2361 

-645077 

22-3142 

23-1450 

•10088 

rf=  +  •  00042, 

Mar.  10, 

87-41 

8-2513 

-642851 

22-2783 

23-1161 

■10155 

A=  +  ^100ll, 

1900. 

87-43 

8-2768 

•402934 

14-0069 

14-8450 

•10130 

J=  4  •2017, 

87-43 

8-3168 

•400935 

14-0049 

14-8398 

•10030 

at  91°  •  55  C. 

LIV. 

76-12 

8-5262 

•617742 

22-1213 

22-8806 

•08894 

d= -•00117, 

Mar.  17, 

76-12 

8-5570 

•615198 

22^1099 

22-8747 

•08938 

A=  +  -09218, 

1900. 

76-12 

8-5224 

•388311 

13^8992 

14-6692 

•09036 

J=  4-1951, 

76-12 

8-5433 

-387095 

13 • 8897 

14-6603 

•09021 

at  80°- 38  C. 

LV. 

63-84 

8-6883 

-387767 

14-1499 

14^8324 

•07856 

d=-  -00262, 

Mar  21, 

63-84 

8-6760 

-387527 

14-1212 

14^8029 

•07858 

/*=  +  •  08283, 

1900. 

63-82 

8-8222 

-604663 

22-4047 

23-0757 

•07606 

J=  4  1890, 

63-82 

8-8494 

•601956 

22-3732 

23-0488 

•07634 

at  68°  •  21  C. 

Each  single  Kne  in  the  above  table  represents  the  mean  results  of  the  observations 
of  temperature  and  potential  difference  taken,  as  explained  and  illustrated  by  the 
specimen  tables  of  observations,  during  a  period  of  15  minutes,  for  which  the  corres- 
ponding value  of  the  flow  was  measured.  In  nearly  all  cases  the  observations  were 
repeated  during  a  second  period  of  15  minutes  under  conditions  as  nearly  as  possible 
the  same,  except  for  a  slight  diminution  of  the  flow,  due  to  the  fall  in  the  water 
level  The  order  of  accuracy  of  the  readings  can  be  estimated  by  comparing  the 
corresponding  values  of  D  for  the  two  similar  flows.  The  two  values  of  D  should 
agree,  except  that  the  falling-off  of  the  flow  tends  to  make  the  second  value  in  each  • 
case  slightly  the  larger  when  d  is  nega,tive.  In  comparing  the  values  it  must  be 
remembered  that  3  in  the  fifth  place  of  D  corresponds  to  only  1  part  in  100,000,  with 
a  heat  supply  of  24  watts  and  a  rise  of  8°.  Thd  differences  seldom  exceed  1  in  10,000, 
whereas  with  the  method  of  mixtures  it  is  very  difficult  to  obtain  an  order  of 
agreement  of  1  in  1,000  in  repeating  an  experiment  under  identical  conditions. 

The  values  of  d  as  directly  measured  and  expressed  in  the  different  series  just 
given,  I  have  plotted  in  fig.  17.  From  the  smooth  curve  drawn  so  as  to  include 
the  observations,  I  have  taken  the  following  values  of  d  and  calculated  the 
corresponding  values  of  J.  These  are  summarized  here  (p.  250).  The  values  of  J 
are,  of  course,  in  absolute  measure,  and  the  values  of  d  in  terms  of  a  thermal 
unit  equal  to  4*2000  joules,  which  occurs  at  9°C.  and  88^*5  C.     The  mean  value  of 
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J,  4*18876  joules,  is  exactly  coincident  with  the  values  at  15°*7  and  at  68°  C.  In 
selecting  a  thermal  unit  to  which  the  values  of  the  specific  heat  may  be  referred, 
it  seems  desirable  to  adopt  one  at  a  temperature  which,  if  at  the  same  time  at  a 
convenient  part  of  the  scale,  may  also  represent  the  mean  value  over  the  whole 
range.  Such  a  convenient  point  appears  to  be  indicated  at  either  15°  or  16°  C. 
I  propose,  at  the  present  time,  to  adopt  the  value  at  16°  C,  and  shall  in  conse- 
quence express  the  specific  heat  of  water  in  terms  of  this  unit,  which  is  equal  to 
4*1883  joules,  and  which  differs  from  the  mean  value  by  only  1  part  in  10,000. 

The  following  table  (p.  252)  includes  the  values  of  the  specific  heat  of  water  in 
terms  of  a  unit  at  16°.  No  one  simple  formula  can  be  fitted  to  the  complete  curve 
between  0°  and  100°  with  any  degree  of  accuracy,  on  account  of  the  change  which 
occurs  at  37°'5,  which  is  the  point  of  minimum  specific  heat.     Two  formulae  can  be 


Pig.  17. 

fitted  together,  however,  over  the  range  with  great  accuracy.     Between  5°  and  37°*5 
the  expression  representing  the  specific  heat  in  terms  of  a  unit  at  16°  C.  is 

S/  =  -99733  +  -0000035  (37-5  -  tf  +  -00000010  (37*5  —  tf. 
The  same  expression  reads  above  the  minimum  point,  as  far  as  55°,  in  this  form  : 
Si  =  -99733  +  0000035  {t  -  87-5)^  +  '00000010  («  -  37'5)\ 

At  55°  and  upwards  the  values  diverge  more  and  more  firom  this  formula,  and  follow 
VOL.  cxcix. — A.  2  K 
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a  different  curve.  The  slope  of  the  curve  above  60°  is  very  nearly  the  same  as  the 
well-known  formula  of  Regnault,  but  the  rate  of  increase  is  very  much  smaller. 
The  following  expression,  which  is  very  nearly  a  linear  relation,  holds  between 
50°  and  100° : 

S^  =  -99850  +  -000120  (t  -  55°)  +  -00000025  {t  -  55f . 

These  two  formulae  I  have  represented  in  the  last  table  in  column  3.  They  represent 
the  variation  of  the  specific  heat  of  water  very  clearly  with  the  exception  of  the 
rapid  increase  at  0°,  and  are  entirely  independent  of  the  values  assigned  to  my 
electrical  units.  They  can  be  changed  to  fit  a  unit  at  any  other  temperatiu'e  by 
simply  changing  the  constant  term. 

Since  it  would  be  a  matter  of  great  labour  to  determine  the  specific  heat  of 
superheated  water,  and  since  the  variation  curve  of  the  specific  heat  shows  no 
discontinuity  as  the  boiling-point  is  reached  at  atmospheric  pressure,  this  last  formula 
may  be  said  to  hold  with  some  claim  to  accuracy  above  100°  throughout  the  entire 
range  covered  by  Regnault's  experiments. 

CoMPABisoN  of  Observed  and  Calculated  Values, 


Temperature. 


Observed  d. 


28-01 
29  09 
29  11 
29-21 
13-79 
17-69 
24-20 
34-46 
4-28 


22-16 
31-40 
32-17 
41-02 
45-49 
49-68 
54-61 
59-80 
32-81 
30-54 


Calculated  d. 


J  observed. 


Series  I.    February  to  March,  1899. 


-00485 
•00469 
-00489 
•00499 
•00208 
-00309 
•00446 
•00561 
•00330 


•00413 
-00542 
•00536 
•00540 
•00514 
•00531 
•00372 
•00341 
•00528 
•00555 


•00509  4 

•00517  4 

•00517     '  4 

•00519  4 

•00210  4 

•00328  4 

•00460  4 

•00545  4 

•00310  4 


Series  II.  January  6-22,  1899. 


•00425  4 

•00532  4 

•00536  4 

•00539  4 

•00515  4 

•00480  4 

•00430  4 

•00370  4 

•00540  4 

•00528  4 


1796 
1803 
1795 
1790 
1913 
1870 
1813 
1765 
2138 


1827 
1773 
1775 
1773 
1784 
1777 
1844 
1849 
1778 
1767 


J.  calculated. 


•1786 
•1783 
■1783 
1782 
1912 
1862 
1807 
1771 
2130 


1822 
1777 
1775 
1774 
1784 
1799 
1819 
1845 
1773 
1779 


Digitized  by 


Google 


BETWEEN  THE  FREEZING  AND  BOILING-POINTS. 


251 


Comparison  of  Observed  and  Calciilated  Values — continued. 


Temperature. 

Gbeenredd. 

Calculated  d. 

J.  observed. 

J.  calculated. 

1                                 1 
Series  III.    September  4-18,  1899. 

29-47 

-  -00496 

-  00520 

4- 1792 

4^1782 

31-22 

-  -00644 

-  -00530 

4^1771 

4-1778 

38-76 

-  -00530 

-00545 

41777 

4-1771 

67-52 

-  -00395 

-  -00275 

4- 1834 

4-1885 

64-57 

-   00473 

-   00430 

4  1801 

4-1820 

Series  IV.    October  14-19,  1899. 

28-77 

-  -00493 

-  -00515 

4  1793 

4-1784 

28-62 

-  -00497 

-  -00510 

4  1792 

4-1786 

Series  Y.    October  27  to  November  1,  1899. 

29-92 

-•00542 

-  -00523 

4-1772 

4-1781 

20-92 

-  -00404 

-  -00404 

4-1830 

4^1830 

Series  VI.    November  3-29,  1899. 

20-18 

-  -00383 

-  -00384 

4-1838 

4  1839 

17-09 

-  -00310 

-   00310 

4-1870 

4  •1870 

20-13 

-  -00397 

-  -00383 

4-1833 

4-1839 

20-45 

-  -00420 

-00400 

4-1824 

4-1832 

16-71 

-  -00254- 

- -00270          !            4-1893 

4-1887 

8-66 

+ -00022 

+  •00020                      4-2009 

4-2008 

1-36 

+ -00512 

+ -00560          1            4-2215 

4-2235 

2-68 

+ -00370 

+00430 

4-2155 

4-2181 

29-43 

-  -00497 

-   00520  ■ 

4-1791 

4-1782 

61-02 

-   00513 

-  • 00470 

4-1785 

4-1803 

Series  VII.    January  1-6,  1900, 

29-13 

-  -00488 

-  ^00517 

4-1795 

4-1783 

85-60 

-•00052 

-00036 

4^1978 

4^1986 

Series  VIII.     February  24  to  March  21,  1900. 

32-26 

-  -00521 

-   00535 

4-1781 

41776 

74  05 

-  00189 

-   00189 

4-1920 

4  1920 

91-55 

+ -00042 

+  •00042 

4-2017 

42017 

80-38 

-  -00117 

-  -00110 

4^1951 

4^1964 

68-21 

-  -00262 

-  -00270 

4  1890 

4  1887 

Time  of  flow,  900  seconds  automatically  recorded. 

2k2 


Digitized  by 


Google 


2&2 


DR.  fl.  T.  BARNES  ON  THE  CAPACITY  FOE  HEAT  OP  WATER 


SuMMABT  of  the  Specific  Heat  of  Water  from  Smoothed  Curve, 


Temperature  'C. 

d. 

J. 

o 

5 

+   00260 

4-2105 

10 

-00050 

1979 

15 

-00250 

1895 

20 

-00386 

1838 

26 

-  -00474 

1801 

30 

-   00623 

1780 

36 

-00546 

1773 

40 

-00545 

1773 

46 

-   00620 

4 

1782 

60 

-00480 

1798 

65 

-   00430 

1819 

60 

-   00370 

1845 

66 

-   00310 

1870 

70 

-   00246 

•1898 

76 

-00180 

1925 

80 

-00114 

1954 

85 

-00043 

•1982 

90 

+00025 

2010 

96 

+00090 

4-2038 

Mean  value    .... 

4-18876 

Vamation  of  the  Specific  Heat  of  Water  iu  Terms  of  a  Thermal  Unit  at 

16°  C.  =  4-1883joulea 


Temperature  °  C. 

Observed  values  from 
curve. 

Calculated  values  from 
formnls). 

• 
6 
10 
16 
20 
26 
30 
36 
40 
45 
50 
56 
60 
65 
70 
75 
80 
85 
90 
96 

1-00530 
1-00230 
1  00030 
1-99895 
0-99806 
0-99769 
0-99735 
0-99735 
0-99760 
0-99800 
0-99850 
0-99910 
0-99970 
1-00036 
1  00100 
1-00166 
1-00237 
1- 00305 
1-00370 

1-00446 
1-00206 
1-00024 
0-99894 
0-99807 
0-99767 
0-99735 
0-99735 
0-99757 
0-99807 
0-99894 
0-99910 
0-99972 
1-00036 
1  00100 
1  00166 
1-00233 
1-00301 
1-00370 

Mean  value .    . 

1  00012 
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Temperature  Coefficient  of  the  Radiation  Loss. 

It  is  not  possible  to  obtain  a  very  accurate  measure  of  the  temperature  coefficient 
of  the  radiation  correction  from  the  present  experiments.  At  the  same  time  we  may, 
from  the  different  series  covering  different  ranges  of  temperature,  form  some  idea. 
During  a  series  of  experiments  the  radiation  loss  remained  exceedingly  steady,  except 
that  repeatedly  after  the  calorimeter  had  retiwued  from  a  high  point  the  heat-loss' 
was  found  to  have  been  increased,  but  tended  to  return  to  its  old  value  with  lapse  of 
time.  On  account  of  the  slowness  of  the  change,  this  occurred  without  producing  any 
serious  effect  on  the  measure  of  the  specific  heat  of  the  water.  These  changes  were 
attributed  to  the  effect  of  the  small  trace  of  occluded  gases  and  vapour  left  in  the 
glass  vacuum-jacket.  It  is  interesting  in  the  case  of  Calorimeter  C  to  trace  the 
gradual  alteration  in  the  heat-loss,  from  series  to  series,  during  the  time  of  the 
experiments. 

All  of  the  experiments  made  at  a  mean  temperature  of  about  30°  are  given  in  the 
following  table  : — 


Date. 

Temperature. 

A  observed. 

h  corrected  to 
30°  C. 

Eemarks. 

February  20.    . 

29  09 

-  -04944 

-05008 

„         22.     . 

29-11 

-04937 

-05000 

March  2  .     .     . 

29-21 

-04965 

•05021 

June  8   .     .    . 

31-40 

-05334 

-05235 

After  trial  experiment  at  40*. 

„      9   .     .     . 

32-17 

-05282 

-05138 

„    20    .     .     . 

32-81 

-05429 

•05230 

„    an  experiment  at  60°. 

„    22    .     .     . 

30-64 

-05364 

•05326 

September  4.    . 

29-47 

•05352 

•05389 

„    experiments  at  60°  and  70°. 

„         6.    . 

31-22 

-05518 

-05432 

November  27    . 

29-43 

-05316 

•05356 

„    experiments  at  0°. 

January  1     .     . 

29-13 

-05299 

-05361 

February  24.     . 

32-26 

-05791 

•05631 

„    an  experiment  at  86°. 

The  values  of  the  heat-loss  per  degree  rise  from  the  experiments  on  October  14  and 
October  18,  with  rises  of  temperature  of  8°  and  5°  respectively,  when  the  flat  heating- 
wire  was  used,  are  : — 


October  14 

„       18. 


2877 
28-52 


•05826 
•05870 


•05913 
•05975 


These  values  show  a  decided  increase  in  the  heat-loss,  but  was  due,  no  doubt,  to 
the  wire  being  in  direct  contact  with  the  glass  flow- tube  of  the  calorimeter. 

In  regard  to  the  temperature  coefficient  of  the  radiation  loss,  this  may  be  calculated 
from  the  observations  in  any  of  the  different  series.  Series  II.  is  the  most  suitable, 
extending  at  different  temperatures  between  22®  and  60^,  over  the  middle  of  the 
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range.  The  best  average  of  the  values  of  h  given  in  this  series  is  a  line  represented 
in  the  form 

H/,  =  Bt  +  -000708  (^1  -  t\ 

where  t  is  the  temperature  corresponding  to  the  measurement  of  H^,  and  t^  is  the 
temperature  corresponding  to  the  value  of  H/^.  From  fiirther  consideration  of  the 
bhanges  in  the  value  of  h  from  the  other  series,  this  appears  to  represent  the  tem- 
peratiure  change  of  the  radiation  not  only  for  Calorimeter  C,  but  for  Calorimeter  E,  for 
the  two  determinations  between  30^  and  20^ 

Taking  the  different  values  of  Series  11.,  we  have,  on  tabulating  the  values  of  the 
heat-loss,  both  observed  and  calculated,  and  accepting  the  value  at  22°  for  H/  in  the 
expression  given  above,  the  following  values  : — 


Temperature. 

H  obsenred. 

H  calculated. 

22  •  16 

-04619 

•04619 

31-40 

-06334 

•06273 

32  17 

-06282 

•05328 

41  02 

-06939 

•06954 

46-49 

•06306 

•06271                j 

49-68 

•06669 

-06562 

54-61 

•06867 

-06916 

59-80 

-07220 

•07285 

32-81 

•06429 

•05373 

30-64 

•06364 

•06212 

t 

The  values  at  50°  and  55°  are  not  very  consistent,  but  it  will  be  remembered  that 
the  measiwements  at  these  points  are  not  so  trustworthy  owing  to  the  variation  in 
the  experimental  conditions. 

On  returning  to  30°,  as  seen  by  the  last  two  readings,  the  value  of  h  has  increased 
in  both  cases.  These  two  values  were  obtained  with  a  rise  of  temperature  of  11  °  and 
5°  respectively. 

In  regarding  these  large  variations  in  the  heat-loss  from  time  to  time,  it  must  be 
again  emphasised  that  the  value  of  the  specific  heat  of  water,  owing  to  the  method  of 
treatment,  in  no  way  depends  on  the  absolute  value,  but  only  on  the  constancy 
throughout  the  period  of  an  experiment. 

To  prove  that  this  was  so,  the  order  of  one  of  the  experiments  in  Series  VIIL  at 
the  higher  points  was  reversed,  and  instead  of  taking  the  observations  for  the  large 
flow  first,  as  was  followed  for  all  the  other  experiments  in  this  series,  the  observations 
for  the  small  flow  were  obtained  before  those  for  the  large  flow.  By  this,  any  gradual 
change  in  the  heat-loss  during  the  time  of  the  experiment  would  have  produced  an 
effect  on  the  value  of  d  in  an  opposite  direction  to  the  values  given  by  the  other 
experiments,  and  would  have  produced  twice  the  error. 
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For  Calorimeter  E  we  have  the  two  values  at  29°92  C.  and  20°-92,  which  are 

•05994     and     -05414. 

These  give  for  the  c5oefficient  of  t  in  the  radiation  expression,  the  value  '000645  ;  or, 
applying  the  first  formula,  the  value  of  the  radiation  loss  at  29°'92  from  the  value  at 
20°'92  =  '06051.  This  is  within  6  parts  in  10,000,  and  is  comparable  in  size  with 
the  variations  from  the  calculated  values  for  calorimeter  C.  Doubtless  there  would 
be  slight  differences  in  the  temperature  coefficient  of  the  radiation  loss  for  different 
calorimeters  with  different  degrees  of  vacuum. 

In  Series  VI.,  for  Calorimeter  C,  the  decrease  in  the  radiation  loss  takes  place  with 
decrease  in  temperature  well  in  agreement  with  the  other  series  until  the  experiments 
at  0^,  when  the  value  of  the  heat-loss  is  increased  by  nearly  3  parts  in  1000.  The 
two  experiments  at  1°*35  and  2°*68,  both  with  the  inflowing  water  at  0°'l5  C,  agree 
however  very  closely  with  the  formula  as  regards  the  temperature  change  in  h.  The 
explanation  of  the  apparent  increase  at  these  points  is  not  altogether  clear,  but  may 
be  looked  for  in  the  very  high  value  of  the  specific  heat  of  water  in  the  neighbourhood 
of  0°,  which  would  influence  the  validity  of  the  method  adopted  of  eliminating  the 
heat-loss  from  the  large  and  small  flows.  A  similar  increase,  although  much  smaller, 
was  noticed  in  the  heat-loss  for  the  same  calorimeter  at  4°,  in  Series  I.  Owing  to  the 
small  conduction  effect  at  the  inflow  end  of  the  calorimeter,  the  water  in  the  large  and 
smaU  flows  enters  the  flow-tube,  where  it  is  heated  by  the  electric  current,  necessarily 
at  a  slightly  different  temperature,  as  was  pointed  out  before. 

Whereas  this  would  produce  no  error  at  a  part  of  the  range  where  the  value  of  d 
was  not  changing  rapidly  with  the  temperature,  at  the  freezing-point,  where  a  very- 
small  difference  in  temperature  produces  a  large  change  in  the  value  of  d,  it  cannot  be 
regarded  as  equal  in  the  difference  equations  for  the  two  flows  for  the  same  value 
of  dd.  Taking  this  into  consideration,  I  have  calculated  the  value  of  cZ,  for  the  two 
experiments  under  consideration,  by  extrapolating  for  the  value  of  the  heat-loss  fi-om 
the  curve  for  the  other  observations  in  the  same  series  between  20°  and  8°.  By  this 
means,  the  value  of  d  for  each  flow  in  the  same  experiment  differs  nearly  1  part  in 
1000  in  the  extreme  case.     The  following  are  the  values  so  obtained : — 


Date. 

Mean  temperature. 

d  large  flow. 

d  small  flow. 

November  18     ... 
22     .     .     . 

>»         •  •  • 

l°-35 
2-68 
0-67 

+  0066 
+  •0051 
+  •0072 

+   0073 
+  •0060 

The  mean  value  for  each  experiment  is  larger  than  the  value  calculated  in  the  usual 
way,  but  for  the  same  value  of  the  flow  the  values  of  d  are  very  consistent  for  the 
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I 
different  experiments,  and  all  give  identically  the  same  temperature  coefficient  of  i 

variation.     For  the  ice  experiment  on  March  24,  of  Series  L,  the  value  of  h  is  very 

neariy  in  agreement  with  the  extrapolated  value  from  Series  I.  and  11.     Hence  the 

above  method  of  treatment  for  this  experiment  would  give  an  almost  identical  value 

of  d  to  the  one  obtained  by  eliminating  the  heat-loss  from  the  two  flows.  I 

It  is  important  to  notice  that  the  value  of  d  in  this  expeiiment,  obtained  from  the  I 

two  flows,  is  more  in  agreement  with  the  mean  value  of  d  for  the  other  ice  experi- 
ments,  obtained  by  extrapolating  from  the  values  of  h  in  Series  VI.  than  for  the 
values  obtained  by  eliminating  the  heat-loss  in  the  usual  way.  This  points  to  the 
fact  that  the  values  given  above  are  more  nearly  correct  than  the  values  given  in  the 
tables  for  the  same  experiments.  If  this  be  so,  the  indication  is,  that  the  value  of  the 
specific  heat  of  water  rapidly  approaches  an  exceedingly  high  value  at  0°,  and  in  a 
remarkable  way  substantiates  the  suggestions  made  by  Rowland  in  his  memoir  in 
regard  to  this.  Further  investigation  is  needed,  however,  in  the  neighbourhood  of 
the  freezing-point  of  water,  before  we  can  say  that  the  specific  heat  of  water 
approaches  an  infinite  value  as  that  point  is  reached.  Such  questions,  as  the  con- 
tinuity of  the  curve  for  under-cooled  water,  render  the  idea  quite  unthinkable  at 
present.  In  view  of  this  uncertainty,  I  have  adhered  to  the  lowest  of  the  values  of 
the  specific  heat  given  by  these  measurements,  and  have  consequently  included  them 
both  in  the  tables  and  plot.  Even  in  this  case,  the  change  of  specific  heat  with 
temperature  is  very  rapid,  and  no  effect  is  shown  by  the  observations  taken  below  4^ 
which  would  indicate  a  change  at  the  point  of  maximum  density.  This,  however,  is 
not  surprising  when  it  is  considered  that  the  point  of  minimum  specific  heat  in  no 
way  corresponds  to  the  density  curve  for  water. 

Unfortunately,  only  one  complete  set  of  observations  could  be  obtained  with 
Calorimeter  D,  with  the  device  for  getting  rid  of  stream-line  motion,  owing  to  a  crack 
which,  shortly  after,  started  in  the  fine  flow-tube  inside  the  vacuum-jacket,  and 
admitted  water  into  the  jacket.  This  calorimeter  is  of  special  interest,  as  the  vacuum- 
jacket  was  supplied  with  a  quantity  of  phosphorus  pentoxide.  The  value  of  the 
heat-loss  is  larger  than  for  any  of  the  other  calorimeters,  including  calorimeter  A, 
which  we  exhausted  ourselves  to  a  vacuum  of  at  least  '002  millim.  of  mercury.  This 
indicated  that  the  P^Og,  instead  of  improving  the  vacuum  as  we  at  first  thought,  was 
really  a  disadvantage.  The  values  of  the  heat-loss  for  the  four  calorimeters  included 
in  these  measurements  are,  at  30°  C. : — 

1-8  millim.  flow-tube    .     .     .  '0509  watt. 

...  0500  „ 

...  -0726  „ 

...  -0600  „ 
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Sec.  9. — Relation  of  the  Present  Meamirements  to  the  Work  of  other  Observers. 

It  will  hardly  be  necessary  for  me  to  enter  into  a  lengthy  discussion  of  the  work  of 
other  observers,  more  especially  as  it  has  been  already  careftiUy  done  in  the  original 
memoirs  of  Eowland,*  Griffiths,  t  and  Schuster  and  Gannox.J  Since  the  publi- 
cation of  these  papers,  however,  a  very  elaborate  and  exhaustive  series  of  experiments 
has  been  made  by  Keynolds  and  Moorby§  to  determine,  by  a  direct  mechanical 
method,  using  a  Reynolds  brake  and  a  steam-engine,  the  energy  required  to  raise 
water  from  a  temperature  slightly  above  freezing  to  the  boiling-point.  The  value  of 
the  mean  mechanical  equivalent  which  they  obtained  is  entitled  to  a  great  deal  of 
weight,  from  the  minute  accuracy  of  their  measurements  and  the  careful  discussion  of 
possible  sources  of  error. 

It  is  fortunately  possible,  by  means  of  the  present  series  of  experiments,  on  account 
of  their  great  range,  to  connect  the  experiments  of  Reynolds  and  Moorby  with  the 
experiments  of  Rowland,  also  by  the  direct  mechanical  method,  which  extends 
between  6°  and  36°  C.  The  absolute  value  of  the  mean  mechanical  equivalent 
obtained  by  Reynolds  and  Moorby  is  4'18320  joules,  which  is  obviously  less  than 
the  same  mean  value  obtained  in  the  present  experiments  {i.e.,  4*18876  joules)  by  as 
much  as  0'132  per  cent. 

This  discrepancy  in  the  two  results  may  be  caused  by  an  error  in  the  present 
measurements  at  the  extremities  of  the  range,  due  to  the  neglecting  of  some 
correction  factor  which  would  cause  the  variation  curve  to  increase  less  rapidly  than 
it  does;  but  it  is  far  more  probably  due  to  an  error  in  the  value  of  one  of  the 
constants  for  the  determination  of  the  electrical  or  heat  energy.  Of  this  latter 
possibility  the  value  of  the  Clark  cell  is  still  in  doubt,  although  the  value  of  the  ohm 
is  fairly  well  fixed  in  absolute  measure,  as  defined  in  the  *  British  Association  Report' 
of  1892.  All  of  the  thermal  measurements  are  expressed  in  our  two  results  to  the 
same  scale,  so  that  the  error  resolves  itself  into  an  error  in  the  E.M.F.  of  the  Clark 
cell,  which,  as  it  enters  into  the  equation  for  the  determination  of  the  electrical 
energy  to  the  second  power,  has  twice  the  effect.  This  has  been  already  pointed  out 
under  the  Section  devoted  to  the  Clark  cell,  where  it  was  shown  that  if  all  the  error 
between  the  value  of  the  mean  mechanical  equivalent  obtained  by  the  direct 
mechanical  method  and  the  value  obtained  by  the  electrical  method  (assuming  the 
Clark  cell  equal  to  1 '43420  volt  and  the  international  ohm  equal  to  1*01358  B.A. 
units)  could  be  attributed  to  the  Clark  ceU,  the  value  1  "43420  would  have  to  be 

♦  *Proc.  Amer.  Acad.,'  vol.  15,  p.  75  (1879). 
t  *  Phil.  Trans.,'  A,  vol.  184,  p.  361  (1893). 
X  *Phil.  TraDB.,'  A,  vol.  186,  p.  415  (1895). 
§  *PhU.  Trans.,'  A,  vol.  190,  p.  300  (1898). 
VOL.  CXCIX. — A.  2  L 
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reduced  to  1 '43325  volt  at  IS''  C.  Such  a  reduction  is  necessary  to  bring  my 
measurements  into  absolute  agreement  with  Reynolds  and  Moorby's  result.  This 
reduced  value  of  the  Clark  cell  is  so  nearly  identical  with  the  later  absolute 
dynamometer  measurements  as  to  give  a  most  remarkable,  if  not.  coincident, 
agreement  between  the  electrical  and  mechanical  units. 

If  we  compare  the  value  of  the  mean  mechanical  equivalent  obtained  by  integrating 
the  values  obtained  by  Rowland  between  6°  and  36°,  which  have  been  recently 
corrected  to  the  Paris  Scale  by  a  comparison  of  Rowland's  thermometers  with  the 
Paris  Scale,  with  the  integrated  value  over  the  same  range  from  the  present 
experiments,  we  find  the  difference  between  Rowland's  value,  4*1834  joules,  and  my 
value,  4'1872,  in  terms  of  the  Clark  cell  value,  1*43420  volt,  equal  to  '091  per  cent. 
This  is  a  difference  of  only  1  part  in  2000,  as  deduced  from  the  comparison  of  the 
complete  curve  with  Reynolds  and  Moorby's  result,  a  discrepancy  which,  if  not 
within  the  limits  of  error  of  our  several  determinations,  is  relatively  small  considering 
the  great  range  covered  by  these  experiments.  The  reduced  value  of  the  Clark  cell 
according  to  Rowland  would  be  1*43355  volt,  which  differs  from  the  value  according 
to  Reynolds  and  Moorby  by  only  '3  millivolt.  Owing  to  the  slight  difference  in  the 
temperature  coefficient  of  the  specific  heat  between  Rowland's  values  and  my  own, 
the  agreement  of  our  absolute  values  at  any  one  temperature  will  be  different  at 
different  temperatures.  At  25°  our  measurements,  when  expressing  mine  in  terms  of 
Reynolds  and  Moorby's,  are  almost  exactly  coincident;  at  13°  my  value  is  lower 
than  Rowland's  by  1  part  in  1000,  but  at  6°  we  are  in  agreement  again. 

Of  the  other  direct  mechanical  determinations  which  have  been  made  recently,  we 
have  the  work  of  MicuLESCU*  in  1892,  which  is  deserving  of  some  mention. 
Although  his  work  is  by  no  means  above  criticism,  as  was  clearly  pointed  out  by 
ScHUSTEK  and  Gannon  in  their  paper,  it  is  of  interest  as  showing  the  kind  of  error 
which  may  occur  between  measurements  by  the  direct  method,  which  may  be  at  the 
same  time  very  carefully  and  accurately  carried  out.  His  value,  which  appears  to  be 
a  mean  value  between  10°  and  13°,  is  4*1857  joules.  Rowland's  value  at  the  same 
temperature,  about  11°  C,  is  4*194,  while  my  own  in  terms  of  Reynolds  and 
Moobby's  value  is  4*1903  joules,  which,  although  less  than  Rowland's  value,  is 
larger  than  Miculescu's. 

Perhaps  the  most  difficult  part  of  the  comparison  of  the  present  experiments  with 
the  work  of  other  observers  is  in  relation  to  the  results  obtained  by  the  electrical 
method  used  by  Griffiths  and  Schuster  and  Gannon.  It  is  at  once  apparent  from 
fig.  17  (p.  249)  that  my  values  are  widely  different  to  the  values  obtained  by  both 
these  investigators,  although  expressed  in  the  same  values  of  the  units  used.  The 
explanation  might  at  once  be  looked  for  in  an  error  in  either  my  Clark  cells  or 
resistance  standard ;  but  if  it  is  attributed  to  the  Clark  cells  used  in  the  present 
work,  then  the  several  sets  of  cells  made  at  different  times  and   from   different 

♦  *  Ann.  de  Ohimie,'  vol.  27  (1892). 
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materials  must  all  have  involved  the  same  error,  always  in  the  same  direction.  At 
the  same  time  my  cadmium  cells  must  also  have  been  in  error  to  exactly  the  same 
amount  and  in  the  same  direction,  in  order  to  give  a  ratio  to  my  Clark  cells  identical 
with  that  obtained  for  the  cells  at  the  Reichsanstalt,  which  have  been  compared 
directly  with  the  Cavendish  standards  used  by  Griffiths.  If  the  error  is  attributed 
to  the  value  of  my  resistance,  then  we  must  reject  the  signed  certificates  of 
11  standard  ohms  from  the  Electrical  Standards  Committee  of  the  British  Asso- 
ciation, as  well  as  a  true  ohm  from  the  German  Reichsanstalt,  as  being  in  error.  It 
is  far  more  likely  that  the  values  of  my  constants  agreed  to  1  in  10,000  with  those 
used  by  Gbiffiths  and  by  Schuster  and  Gannon  respectively',  and  that  the 
diflference  in  our  results  is  to  be  attributed  to  some  constant  source  of  error  as  yet 
undiscovered  in  our  methods  of  calorimetry.  However,  the  values  obtained  by  these 
observers  using  the  same  method  differ  by  nearly  1  part  in  1000  from  each  other, 
which  is  not  so  good  an  agreement  as  exists  between  the  measurements  of  Reynolds 
and  MoORBY,  Rowland,  and  myself,  using  widely  different  methods.  At  the  same 
time  the  method  used  by  Rowland  is  essentially  the  same  as  that  used  by 
Griffiths,  and  is  subject  to  similar  calorimetric  errors.  Owing  to  the  great  care 
and  trouble  taken  by  Griffiths  to  carry  out  his  experiments,  it  is  difficult  to  see 
where  the  difference  between  our  two  results  can  be.  Moreover,  the  temperature 
coefficient  obtained  by  Griffiths,  although  a  linear  one  over  the  range  of  his 
experiments,  is  almost  exactly  a  mean  to  the  curve  in  my  experiments  over  the  same 
range. 

The  individual  observations  by  the  present  method  agree  very  well  amongst 
themselves,  but  although  it  may  be  correctly  said  that  the  mere  repetition  of 
observations  does  not  necessarily  eliminate  errors  of  experiment,  yet  it  is  possible  to 
vary  the  conditions  so  thoroughly  by  the  continuous  flow  method  of  calorimetry  as  to 
leave  little  room  for  any  systematic  error.  In  addition  to  varying  rise  of  tem- 
perature, water  flow  and  electric  current,  the  present  measurements  have  been  made 
to  the  same  order  of  accuracy  by  varying  the  shape  and  resistance  of  the  electric 
heating  conductor,  by  using  flow-tubes  of  different  sizes,  and  by  employing  calori- 
meters with  different  values  of  heat-loss,  this  last  being  identical  to  the  cooling 
correction  in  the  older  methods  of  calorimetry. 

It  may  be  questioned  whether  the  separate  determination  of  the  cooling  effect  by 
special  experiment  and  its  subsequent  application  as  a  correction  to  calorimetric 
experiments,  can  be  relied  on  to  an  accuracy  greater  than  1  part  in  1000,  The 
variations  in  the  radiation  loss  measured  from  time  to  time  in  the  present  experiments 
are  so  large  that  unless  it  had  been  separately  determined  and  eliminated  from  the 
final  result  for  each  experiment,  large  errors  would  have  been  introduced.  Indeed,  it 
appears  that  the  cooling  correction  is  a  far  more  imcertain  factor  in  methods  of 
calorimetry  than  has  been  hitherto  sufficiently  realized.  All  questions,  however, 
relating  to  the  absolute  values  of  the  standards  used  in  the  present  results  in  no  way 
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aflfect  the  accuracy  of  the  relative  results,  as  regards  the  variation  of  the  specific  heat 
of  water. 

It  is  interesting  to  compare  the  absolute  value  of  the  Clark  cell  obtained  by 
assuming  Griffiths'  absolute  value  of  the  mechanical  equivalent  at  15°,  and  to 
express  my  mean  value  in  terms  of  his  experiments.  By  so  doing  the  absolute 
value  becomes  4*1975  joules,  which  differs  from  Reynolds  and  Moorby's  value  by 
"34  per  cent,  or,  assuming  the  error  to  be  due  to  the  Clark  cell,  equal  to  '17  per  cent, 
on  1"4342,  which  would  reduce  this  value  to  1'4318  volt  at  15°.  This,  however,  even 
referred  to  the  lowest  of  the  latest  absolute  determinations,  seems  to  be  too  low 
a  value,  by  as  much  as  1  millivolt,  to  be  reconciled  with  the  most  probable  true  value 
of  the  Clark  cell. 

It  might  be  thought  advisable,  in  view  of  the  uncertainty  in  the  electrical  units,  to 
accept  Rowland's  corrected  values  and  express  the  present  series  of  experiments  in 
terms  of  his  results,  which  would  give  a  mean  value  quite  sufficiently  in  accord  with 
Reynolds  and  Moorby's  mean  determination.  This  could  be  done  either  from  the 
integrated  value  over  the  range  of  his  experiments,  which  would  tend  to  eliminate 
errors  in  his  method  at  the  two  extremes  of  the  range,  or  by  accepting  his  absolute 
value  at  a  temperature  where  he  could  obtain  the  most  accurate  measurement.  The 
present  experiments  over  the  range  between  4°  and  60°  have  already  been  published 
{*  B.A.  Report,'  1899),  and  were  referred  to  Rowland's  absolute  measurement  at 
20°  C,  but  I  think  that  the  uncertainty  in  the  thermometric  standards  used  by 
Rowland  at  that  time  do  not  warrant  an  accuracy  greater  than  1  part  in  about 
2000,  and  that  the  mean  result  over  the  complete  range  of  temperature  referred  to 
Reynolds  and  Moorby's  determination  is  more  near  the  truth. 

The  value  of  the  mean  specific  heat  between  0"  and  100°  C,  4*232  joules,  obtained 
by  DiETERioi  {'  Wied.  Ann.,'  vol.  33,  p.  417,  1888)  in  terms  of  the  electrical  units,  is 
obviously  too  large  to  be  accounted  for  by  an  error  in  the  electrical  units,  or  to  be 
reconciled  with  the  direct  determination  of  Reynolds  and  Moorby.  The  curve 
obtained  by  Bartoli  and  Stracciati  {*  Beiblatter,'  vol.  15,  p.  761,  1891)  for  the 
variation  of  the  specific  heat  of  water  between  0°  and  30°  by  the  method  of  mixtures 
in  terms  of  a  thermal  unit  at  15°  C.  passes  through  a  minimum  point  at  20°  C,  above 
which  it  shows  a  far  too  rapid  increase  in  the  specific  heat  to  be  reconciled  with 
measurements  extending  as  far  as  100°  C,  unless  the  values  pass  through  a  maximum 
point. 

In  1895,  LuDiN  (Dissert.  Zurich  and  *  Beiblatter,'  1897)  determined  the  variation 
of  the  specific  heat  between  0°  and  100°  by  the  method  of  mixtures  and  showed 
a  minimum  point  at  25°,  but  also  a  maximum  point  at  about  80°.  His  results  are  in 
good  agi*eement  with  the  present  series  of  experiments  over  a  range  0°  to  25°,  as 
shown  in  fig.  17  (p.  249),  where  I  have  plotted  them  in  terms  of  a  mean  unit  between 
0°  and  100°  C.  The  excessively  low  minimum  point  shown  by  Bartoli  and 
Stracciati  and  by   Ludin   respectively,   both   using  similar  methods,  suggests  a 
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source  of  error  common  to  the  two.  The  limitation  of  the  method  of  mixtures  is, 
however,  too  well  known  to  give  the  complete  variation  curve  to  any  degree  of  accuracy. 

I  have  arranged  in  the  following  table  the  absolute  values  of  the  specific  heat  of 
water  every  5  degrees  between  0*^  and  100°  from  my  measurements  for  a  value  of 
the  Clark  cell  equal  to  1 '43325  int.  volts,  and  assuming  the  true  ohm  as  correct, 
which  gives  the  values  in  terms  of  the  mechanical  units  in  Reynolds  and  Moorby's 
experiments.  For  comparison,  I  also  include  the  measurements  of  Rowland  and 
MicuLEScu,  and  those  of  Griffiths  and  of  Schuster  and  Gannon,  to  the  same  value 
of  the  Clark  cell. 

The  minimum  point  of  the  specific  heat,  which  Rowland  found  at  30°,  really 
occurs  at  about  37°'5,  but  this  was  considered  as  likely  by  Rowland,  for  he  says  in 
his  memoir  (p.  199),  "The  point  of  minimum  cannot  be  said  to  be  known,  though 
1  have  placed  it  provisionally  between  30°  and  35°  C,  but  it  may  vary  much  from 
that."  And  in  another  place  (p.  200)  he  says,  "  There  may  be  an  error  of  a  small 
amount  at  that  point  (30°)  in  the  direction  of  making  the  mechanical  equivalent  too 
great,  and  the  specific  heat  may  keep  on  decreasing  to  even  40°." 


Absolute  Value  of  the  Thermal  Capacity  of  Water  in  Joules  per  Calorie  for 
DiflTerent  Temperatures  between  the  Freezing  and  Boiling-points,  expressed  in 
terms  of  a  Clark  Cell  Value  1*43325  international  volts  at  15°  C,  and  the  Value 
of  the  true  ohm  1-01358  B.A.  Units. 


Temperature. 
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1 
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— 

15 

4 

•1840                  4-188 



4-1927 

— 

20 

4 

1783                  4-181 



4-1871 

4-1874 

25 

4 

1746                   4- 176 



4-1816 

— 

30 

4 

1725                   4-174 



1                        

— 

35 

4 

1718                  4-175 





— 

40 

4 

1718                    — 





— 

45 

4 

1727                    — 





— 

50 

4' 

1743                    — 





— 

55 

4 

1764                    — 

' 



— 

60 

4 

1790                    — 

. 

• 

— 

65 

4 

1815                    — 



1                        

— 

70 

4 

1843                     — 



'                         

— 

75 

4- 

1870                    — 





— 

80 

4- 

1899 





— 

85 

4- 

1927                    — 



1                        

— 

90 

4- 

1955                     — 



1                        

— 

95 
Mean  .     .     . 

4-1983                     — 

1 

— 

4  18326 

Reynolds  and  Mookby's 

value     .     .     . 

4-18320. 
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RowLANP'8  values  are  those  given  by  W.  S.  Day  (*  Physical  Review/  voL  7,  p.  193, 
1898),  corrected  to  the  Paris  scale.  Griffiths'  values  are  those  quoted  by  Schuster 
and  Gaxxox  in  their  paper.  At  20^  and  25^  Griffiths'  own  temperature  coefficient 
is  U8ed«  Schuster  and  Gannon's  value  is  given  in  their  paper  at  a  temperature  of 
19^*1  C.  I  have  reduced  it  to  20°  by  the  temperature  coefficient  obtained  in  my 
experiments,  which  is  very  similar  to  Griffiths'  over  a  short  range.  It  will  be  seen 
that  the  values  of  Griffiths  and  Schuster  and  Gannon  are  brought  into  closer 
agreement  when  corrected  to  the  same  value  of  the  Clark  celL 

Extrapolating  for  the  values  of  J  above  100°  C.  we  obtain  Grom  the  formula 

J/  =  Jfts  (1  +  000120  (t  —  55°)  +  00000025  {t  —  55°)^) 
the  following  values  : — 


Temperature 

J. 

J. 

Centigrade. 

(J»  =  41819). 

(J»  =  4-1764). 

e 

110 

4-2127 

4-2072 

120 

4-2190 

4-2135           i 

130 

4-2255 

4-2199 

140 

4-2321 

4-2265       .    i 

150 

4-2390 

4-2334 

160 

4-2461 

4-2405 

170 

4-2534 

4-2479 

180 

4-2610 

4-2554 

190 

4-2687 

4-2631 

200 

4-2767 

4-2711 

220 

4-2931 

4-2875 

i 

A  glance  at  the  complete  curve  for  the  variation  of  the  specific  heat  of  water  with 
temperature  reveals  at  once  a  most  interesting  relation.  Why  should  the  values 
drop  so  rapidly  from  the  freezing  point  and  at  37°'5  the  complete  character  of  the 
curve  change  ?  There  is  no  discontinuous  or  sudden  change  occurring  at  this  point 
that  is  indicated  either  in  the  outward  physical  state  or  in  the  density  of  the  water, 
nor  do  we  see  any  connection  between  the  curious  anomaly  in  the  density  curve  at 
4^^  C.  and  the  specific  heat  at  that  point.  It  is  evident  we  have  to  do  here  with  a 
new,  and  as  yet  unexplained,  phenomenon. 

The  ideas  advanced  by  Rowland  in  this  connection  are  not,  it  seems  to  me, 
altogether  correct  when  he  says  : — *'  However  remarkable  the  fact  may  be,  being  the 
first  instance  of  the  decrease  of  the  specific  heat  with  rise  of  temperature,  it  is  no 
more  remarkable  than  the  contraction  of  water  to  4°.  Indeed,  in  both  cases  the 
water  hardly  seems  to  have  recovered  from  freezing.  The  specific  heat  of  melting 
ice  is  infinite.  Why  is  it  necessary  that  the  specific  heat  should  instantly  fall,  and 
then  recover  as  the  temperature  rises  ?  Is  it  not  more  natural  to  suppose  that  it 
continues  to  fall  even  after  the  ice  is  melted,  and  then  to  rise  again  as  the  specific 
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heat  approaches  infinity  at  the  boiling-point  ?  And  of  all  the  bodies  which  we 
should  select  as  probably  exhibiting  this  property,  water  is  certainly  the  first." 

The  identification  of  latent  heat  and  specific  heat  which  Rowland  makes  when  he 
says  "  the  specific  heat  approaches  infinity  at  the  boiling-point "  and  that  "  the 
specific  heat  of  melting  ice  is  infinite  "  is  hardly  tenable.  Moreover,  the  character 
of  the  curve  as  the  boiling-point  is  reached  shows  no  indication  of  approaching  an 
infinite  value,  and  is  entirely  independent  of  the  pressure  which  determines  the 
boiling-point.  The  idea  of  an  infinite  value  of  the  specific  heat  at  0°  can  hardly  be 
reconciled  with  the  idea  of  the  continuity  of  the  curve  for  under-cooled  water.  It  is 
highly  probable  that  the  specific  heat  approaches  an  exceedingly  high,  but 
measurable  value,  as  the  freezing  point  is  reached,  and  that  the  character  of  the 
curve  below  the  minimum  point  indicates  an  entirely  different  physical  state  of  the 
water  to  that  above.  The  law  governing  the  variation  of  the  specific  heat  with 
temperature  above  37°'5  is  directly  in  accord  with  what  knowledge  we  already 
possess  of  other  substances,  and  of  what  our  preconceived  ideas  might  lead  us  to 
expect. 

We  can  draw  no  analogies  from  other  liquids,  since  our  knowledge,  with  the 
exception,  perhaps,  of  mercury,  is  now  only  exceedingly  meagre.  As  the 
temperature  is  reduced  below  37^*5,  may  it  not  be  that  the  water  commences  to 
anticipate  the  formation  of  the  solid  phase,  even  before  0°  is  reached,  and  that  the 
rapid  increase  in  specific  heat  indicates  the  effort  being  made  to  resist  parting  with 
the  internal  energy  necessary  for  formation  of  ice,  and  to  form  a  more  and  more  close 
aggregation  ?  If  this  be  true,  it  suggests  at  once  the  same  effect  for  other  liquids. 
Can  we  expect  to  find  a  minimum  point  in  the  specific  heat  curve  for  other  liquids  in 
the  light  of  the  above  considerations  ?  I  can  do  no  more  than  suggest  such  a 
possibility  at  present. 
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IV.  On  a  Throw-Testing  Machine  for  Reversals  of  Mean  Stress. 

By  Professor  Osborne  Keynolds,  F.R.S.,  and  J.  H.  Smith,  M.Sc.,  Wh.Sc, 
Late  Fellow  of  Victoria  University,  1851  Exhibition  Scholar. 

Received  March  5,— Read  March  20,  1902. 

PREFACR 

Although  this  research  is  a  joint  undertaking,  I  wish  to  point  out  that  except  for 
the  idea  and  general  design  of  the  apparatus  all  the  work  in  carrying  out  the  design 
has  been  done  by  Mr.  Smith,  who  has  made  all  the  calculations  and  superinten/ied 
the  execution  of  all  the  work  which  he  has  not  executed  himself.  This  undertaking 
occupied  some  two  years,  being  not  only  novel  but  also  approaching  fundamental 
limits  which,  if  passed,  would  have  wrecked  the  undertaking.  He  has  also  made  all 
the  tests.  Thus  whatever  success  we  have  had  is  entirely  owing  to  his  knowledge, 
skill,  and  perseverance.  In  saying  this,  T  do  not  wish  to  imply  that  I  have  not  taken 
great  interest  in  the  work,  for,  on  the  contrary,  I  have  watched  it  with  interest  and 
admiration,  particularly  the  acumen  he  has  shown  in  arranging  his  tests  and 
interpreting  the  results,  by  which  he  has  obtained  evidence  of  two  general  laws 
which  had  not  hitherto  been  suspected,  one  being  that  under  a  given  range  of  stress 
the  number  of  reversals  before  rupture  diminishes  as  the  frequency  increases,  and  the 
second  that  the  hard  steels  will  not  sustain  more  reversals  with  the  same  range  of 
stress  than  the  mild  steels  when  the  frequency  of  the  reversals  is  great. 

Owens  College,  OSBORNE  REYNOLDS. 

Fehrua/ry  19th,  1902. 
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Historical  Summary. 

In  1860,  Sir  W.  Fairbairn,  using  a  riveted  girder,  carried  out  a  series  of 
experiments,  which  seem  to  be  the  first  recorded  experiments  on  Repeated  Stress. 

From  I860  to  1870,  Wohler  carried  out  his  laborious  and  valuable  researches  on 
the  Fatigue  of  Wrought  Iron  and  Steel.  From  his  results  published  in  the 
'  Zeitschrift  fur  Bauwesen,'  Berlin,  the  following  important  points  may  be 
deduced  : — 

(1)  That  these  materials  (wrought  iron  and  steel)  will   rupture  with  stresses 

much   helow  the   statical  breaking   stress,  if  such  stress  be   repeated  a 
suflScient  number  of  times. 

(2)  That  within  certain  limits,  the  range  of  stress,  and  not  the  maximum  stress, 

determines  the  number  of  reversals  necessary  for  rupture. 

(3)  That  as  the  range  of  stress  is  diminished,  the  number  of  repetitions  for 

rupture  increases. 

(4)  That  there  is  a  limiting  range  of  stress  for  which  the  number  of  repetitions 

of  stress  for  rupture  becomes  infinite. 

(5)  That  this  limiting  range   of  stress   diminishes   as    the    maximum   stress 

increases. 

Wohler  conducted  his  experiments  on  bars  of  wrought  iron  and  steel,  subjecting 
them  to  torsional  stress,  bending  stress,  equal  and  opposite  bending  stresses,  and 
direct  tension,  with  repetitions  ranging  firom  60  to  80  per  minute. 

In  1874,  Spangenberg  repeated  Wohler's  experiments,  using  Wohler's 
machines,  and  obtained  similar  results,  also  published  in  the  *  Zeitschrift  fiir 
Bauwesen.'  In  1874  also,  Gerber,  in  the  'Zeitschrift  fur  Baukunde,'  Munchen, 
suggested  the  following  formula,  as  representing  the  results  of  Wohler's 
experiments  : 

/(max)  =  i  A  +  v/{/*  -  n  A/), 
where  y(max)  =  the  maximum  stress, 

/  (min)  =  the  minimum  stress, 

f  =  the  statical  breaking  stress, 

A  =  the  range  of  stress  =y(max)  ±/(min), 

and  n  =  a  constant. 

Accounts  of  other  experiments  and  theories  bearing  on  this  subject,  are  given  by 
the  following  : — 

Launhardt  (Zeitschrift  des  Architecten  und  Ingenieur-Vereins,  Hanover,  1873). 
LiPPOLD  (Organ  fiir  die  Fortschritte  des  Eisenbahnwesens,.  Wiesbaden,  1879). 
Professor  Mohr  (Der  Civil-Ingenieur,  Leipzig,  1881.) 
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Sir  B.  Baker  in  1886  gave  the  results  of  a  series  of  experiments  on  iron  and  steel 
{Am.  Soc.  Mechanical  Engineers),  which  were  obtained  with  machines  similar  to 
Wohler's,  the  bars  being  rotated  in  one  set  of  tests  and  subjected  to  bending  in  the 
other  sets,  the  repetitions  taking  place  50  to  60  times  per  minute. 

About  the  same  time  Bauschinger*  published  his  important  memoir  on  the 
"  Variation  of  the  Elastic  Limits,"  in  which  it  is  shown  that  when  the  elastic  limit 
in  tension  is  raised,  the  elastic  limit  in  compression  is  lowered,  and  that  by  subjecting 
a  material  to  a  few  alternations  of  equal  stresses,  the  elastic  limits  tend  towards  fixed 
positions,  in  which  positions  he  called  them  the  natural  elastic  limits.  Bauschinger 
then  proceeded  to  explain  the  results  obtained  by  subjecting  material  to  repeated 
stresses,  by  showing  that  the  limiting  range  of  stress  coincided  with  the  difference  of 
the  two  elastic  limits. 

Objects  of  the  Research. 

The  present  research,  which  was  carried  out  in  the  Whitworth  Engineering 
Laboratory  of  the  Owens  College,  was  undertaken  at  the  suggestion  of  Professor 
Osborne  Reynolds,  who  proposed  an  investigation  of  "  repeated  stress "  on  the 
following  lines: — (I)  The  stress  should  be  direct  tension  and  compression;  and 
(2)  of  approximately  equal  amounts,  such  tension  and  compression  being  obtained  by 
means  of  the  inertia  force  of  an  oscillatory  weight ;  (3)  the  rapidity  of  repetitions 
should  be  much  higher  than  in  the  experiments  of  Wohler,  Spangenberg, 
Bauschinger,  and  Baker,  in  fact,  ranging  as  high  as  2000  reversals  per  minute. 
The  importance  of  these  points  will  be  seen  from  the  following  considerations  : — 

(1)  By  far  the  greater  number  of  experiments  on  ** repeated  stress"  have  been 
carried  out  on  bars  subjected  to  bending,  the  ordinary  formula  for  stress  in  a  bent 
bar  being  used  to  calculate  the  stress  at  breaking,  that  is,  in  such  experiments  it  has 
been  assumed  that  the  distribution  of  stress  at  the  breaking-down  point  is  the  same 
as  for  an  elastic  bar.  ■  Calculations  on  this  assumption  are  not  expected  to  give  the 
tensile  strength  of  a  material  for  an  ordinary  cross-breaking  experiment.  This  diflSculty 
is  completely  overcome,  and  no  such  assumptions  are  necessary,  when  the  stresses  are 
direct  as  in  the  present  work.  The  (direct)  stress  in  a  bar  of  metal  could  easily  be 
obtained  by  having  one  extremity  rigidly  connected  to  a  part  of  a  machine  having  a 
known  periodic  motion,  the  other  extremity  being  attached  to  a  known  weight. 

(2)  The  tensile  stress  being  in  all  experiments  nearly  equal  to  the  compressive 
stress,  the  elastic  limits  would,  as  shown  by  Bauschinger,  soon  be  changed  to  their 
natural  positions,  and  the  range  of  stress  for  unlimited  reversals  would  be  this 
natural  elastic  range.  If  then,  the  limiting  range  coincides  with  the  natural  range 
it  will  be  constant  whatever  the  rate  of  reversals.  The  author  considered  this  point 
an  interesting  one,  and  it  will  be  found  that  most  of  the  tests  recorded  in  this  paper 

*  '  Mittheiiuiigen  aua  dem  Mech.  Techn.  Laboratoi  ium  in  Miinchen,'  1886. 

2  M  2 
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were  carried  out  in  such  a  way  as  to  find  the  variation  of  the  limiting  range  of  stress 
as  the  rapidity  of  such  reversak  increased.  The  apparatus  to  be  described  shortly 
was  most  convenient  for  such  enquiry,  since  both  the  speed  and  the  oscillatory  weight 
could  be  easily  adjusted. 

(3)  Quite  apart  from  the  point  mentioned  in  the  last  paragraph,  the  importance  of 
extending  the  experiments  to  high  speeds — in  view  of  the  extensive  use  in  recent 
times  of  high  speed  machinery — is  too  obvious  to  need  conmient. 

Short  specimens  of  small  diameter  (see  fig.  4),  had  to  be  used  throughout,  other- 
wise the  apparatus  would  have  been  inconveniently  heavy,  and  for  this  reason  any 
subsequent  work  on  the  statical  strength  and  the  elastic  properties  of  specimens 
which  had  been  subjected  to  repeated  stress,  could  not  be  done. 

Method  of  Applying  the  Stress. 

A  weight  is  supported  vertically  by  means  of  the  specimen  to  be  tested,  and  the 
upper  part  of  the  specimen  receives  a  periodic  motion  in  a  vertical  direction  by  means 
of  a  crank  and  a  connecting  rod^  The  inertia  of  this  weight  gives  a  tension  at  the 
bottom  end,  and  a  compression  at  the  top  tod  of  the  stroke,  the  change  from  tension 
to  compression  being  gradual.  The  specimen  and  parts  are  guided  by  suitable 
bearings  placed  in  a  vertical  direction.  The  motion  was  made  vertical  in  order  to 
reduce  the  friction  of  the  bearings  to  a  minimum.  The  stresses  can  be  changed  by 
varying  the  diameter  of  the  specimen,  the  load,  and  the  speed  of  revolution  of  the 
crank.  In  order  to  enable  one  to  calculate  the  stresses  in  the  specimen,  the  centre  of 
the  crank  shaft  must  be  at  rest,  and  the  crank  must  move  with  uniform  angular 
velocity.  These  conditions  are  obtained  when  the  crank  shaft  is  driven  by  a  constant 
turning  effort,  if  the  moving  parts  of  the  machine  are  balanced,  and  if  at  the 
same  time  the  total  energy  of  the  moving  parts  is  invariable.  The  apparatus 
was  therefore  designed  to  satisfy  these  conditions  as  approximately  as  possible 
(see  pp.  270  to  272). 

The  Apparatus. 

On  examining  the  drawings  (figs.  1  and  2)  of  the  testing  machine,  which  show  the 
working  parts,  it  will  be  seen  to  consist  of  a  cast-iron  standard  having  two  brass 
bushed  bearings  in  its  upper  part.  In  these  bearings  a  shaft,  4  inches  diameter  at 
the  front  end,  and  2  inches  diameter  at  the  back  end,  revolves,  driven  by  a  stepped 
pulley  keyed  to  this  shaft  at  the  back  part  of  the  machine.  The  standard  is  mounted 
upon  a  heavy  cast-iron  bed-plate  (weight,  14  cwts.),  not  shown  in  the  drawings. 

The  front  end  of  the  shaft  is  cranked,  the  crank  pin  being  1^  inch  diameter, 
2  inches  long,  and  throw  ^  inch,  and  a  connecting  rod  of  peculiar  form  is  coupled  to 
the  crank  pin.  One  part  of  this  connecting  rod  gives  an  oscillatory  motion  in  a 
vertical  direction  to  the  sliding  pieces  directly  below  the  crank  shaft,  which  pieces 
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rig.  1. 


\^I^/ 


Fig.  2. 
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include  the  specimen  to  be  tested.  A  pin  in  this  connecting  rod  at  the  level  of  the 
crank  shaft  gives,  by  means  of  a  second  rod,  an  oscillatory  motion  to  horizontal 
sliding  pieces,  introduced  as  will  be  seen  later  (p.  270)  for  the  purpose  of  having  the 
energy  of  the  moving  parts  invariable. 

The  two  parts  P  and  Q  of  the  vertical  sliding  pieces  are  connected  by  means  of  the 
specimen  S,  which  is  to  undergo  the  test.  The  chucks  H  and  J  for  holding  the 
specimen  were  chased  out  internally  to  |-inch  Whitworth  thread,  and  the  specimen 
was  locked  by  means  of  two  lock-nuts,  one  at  each  end.  The  specimen  was  prevented 
from  rotating  by  means  of  a  key  placed  in  the  lower  bearing  of  the  vertical  sliding  ^ 

piece,  which  fitted  accurately  in  a  keyway  cut  in  the  moving  spindle.  The  lower 
bearing  was  bushed  to  allow  of  adjustment,  and  a  suitable  locking  arrangement  was 
provided  for  it. 

All  the  working  parts  were  well  made  and  exceptionally  strong,  of  mild  steel, 
tensile  strength  24  tons  per  square  inch ;  the  pins  in  the  connecting  rod  were  all 
casehardened  and  afterwards  ground  to  fit.     The  greater  part  of  the  tool  work  was  I 

done  by  the  author  in  the  College  Laboratory. 

Energy  of  the  Parts. 

The  horizontal  sliding  piece  was  introduced  in  order  to  make  the  energy  of  the 
moving  parts  constant.  Since  the  vertical  connecting  rod  is  24  times,  and  the 
horizontal  connecting  rod  18  times,  the  throw  of  the  crank,  the  motions  of  both 
sliding  pieces  will  be  very  approximately  simple  harmonic  motions,  and,  as  both  these 
pieces  receive  their  motion  from  the  same  crank  pin,  the  velocity  of  one  will  vary  as 
the  siney  and  the  other  as  the  cosine  of  the  angular  displacement  of  the  crank.  The 
sum  of  the  squares  of  their  velocities  will  be  constant.     The  kinetic  energy  of  the  ' 

parts  will  thus  be  constant  if  the  total  mass  moving  in  the  horizontal  direction  is 
equal  to  that  moving  in  the  vertical  direction. 

The  masses  of  the  parts  were  adjusted  to  satisfy  this  condition  in  the  following 
manner: — The  connecting  rod  and  the  spindles  were  weighed  in  the  two  positions 
shown  in  fig.  3. 

Firstly,  the  shorter  connecting  ^od  A  was  supported  horizontally  and  the  load  on  ; 

the  crank  pin  weighed;  secondly,  the  longer  connecting  rod  B  was  supported 
horizontally  and  the  weight  on  the  crank  pin  again  taken.  The  masses  of  these 
parts  were  then  adjusted  until  the  loads  on  the  crank  pin  were  the  same  in  the 
two  cases. 

The  Balancing  of  the  Machine,  j 

Having  adjusted  the  masses  of  the  horizontal  and  vertical  sliding  pieces,  it  was 
now  possible  to  balance  these  parts  by  placing  a  suitable  mass  diametrically  opposite 
to  the  crank  pin.     This  balance  weight  was  made  in  the  form  of  a  steel  eccentric  D 
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(fig.  2),  8|-  inches  diameter,  7  inch  thick,  and  throw  1^  inches,  and  was  keyed  to 
the  shaft  as  near  as  possible  to  the  crank  pin. 

This  arrangement  introduces  an  unbalanced  couple  in  a  plane  passing  through  the 
centre  line  of  the  crank  shaft  and  rotating  with  the  shaft,  and  to  balance  this  couple 
a  smaller  eccentric  d  (fig.  2)  of  diameter  b^  inches,  thickness  ^  inch,  and  throw  1  inch 
was  placed  near  to  the  far  end  of  the  shaft  with  its  centre  in  the  axial  plane  passing 
through  the  crank  pin. 

So  far  then — neglecting  the  obliquity  of  the  connecticg  rods,  which  were  respec- 
tively 24  and  18  times  the  throw  of  the  crank — the  unloaded  machine  was  balanced, 
and  the  kinetic  energy  of  the  parts  was  constant. 


FIRST  POSITION 


gePONPfysiTlffN, 


Fig.  3. 

In  loading  the  machine  the  system  of  weights  used  was  so  designed  that  when 
one  cast-iron  weight  of  6J-  pounds  was  added  to  each  of  the  oscillating  pieces 
(U,  V,  fig.  2),  and  one  semicircular  Ye-inch  steel  plate  was  added  to  each  side  of  each 
eccentric  balance  weight  (D  and  d)  the  machine  was  still  balanced.  It  was  necessary 
to  use  the  two  balance  weights  to  each  eccentric  (one  on  each .  side)  in  order  to  keep 
the  plane  of  the  unbalanced  force  due  to  each  pair  in  a  constant  position,  that  is,  in 
the  central  plane  of  the  eccentric  perpendicular  to  the  shaft.  Fig.  2  shows  the 
working  parts  of  the  machine  fuUy  loaded. 

To  prevent  any  vibration  from  being  transmitted  to  the  building  when  the  machine 
was  running  unbalanced,  and  to  hold  the  machine  in  position,  the  bed-plate  was 
supported  by  four  spiral  springs  (made  of  ^inch  steel  of  square  section),  3  inches 
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diameter,  which  were  fitted  into  cases  specially  cast  on  the  under  side  of  the  bed- 
plate for  them,  their  other  extremities  being  sunk  into  the  floor  of  the  laboratory. 
The  machine  was  mounted  on  the .  bed-plate  in  such  a  manner  as  to  bring  the  vertical 
line  of  the  oscillating  piece  into  the  centre  line  of  the  bed-plate,  and  about  3  cwts.  of 
cast-iron  was  then  bolted  to  the  inside  of  the  bed-plate,  and  its  position  adjusted  so 
as  to  bring  the  surface  horizontal. 

The  machine  was  driven  from  the  countershaft  by  means  of  a  f -inch  rope  and  large 
stepped  grooved  pulley,  30  inches  diameter,  a  movable  pulley  being  used  to  adjust 
the  tension  of  the  driving  cord. 

At  the  left  side  of  the  bed-plate  there  was  attached  a  speed  indicator  designed  and 
constructed  by  Mr.  T.  Foster,  Mechanical  Expert  in  the  Whitworth  Engineering 
Laboratory.  The  form  of  the  indicator  is  simple,  the  speed  being  indicated  by  the 
rise  of  water  in  a  tall  glass  tube  due  to  the  "  centriftigal  force  "  produced  by  setting 
it  in  rotation  by  means  of  a  spindle  driven  by  the  machine.  The  author  is  indebted 
to  Mr.  Foster,  not  only  for  this,  but  for  many  valuable  suggestions  and  many 
excellent  pieces  of  his  workmanship  during  the  construction  of  the  apparatus. 

A  central  gunmetal  spindle,  driven  from  the  crank  shaft  by  a  small  gut  band,  has 
attached  to  it  four  radial  vanes  which  revolve  in  a  cylindrical  brass  box  filled  with 
water.  A  glass  tube  rising  vertically  is  connected  to  the  lower  part  of  the  case,  and 
has  a  scale  attached  which  is  graduated  by  means  of  a  revolution-counter  to  measure 
revolutions  per  minute.  The  case  containing  the  water  was  arranged  so  that  the 
amount  of  water  used  could  be  accurately  regulated.  Coloured  water  was  first  used, 
but  it  was  found  better  to  use  pure  water  as  the  colouring  matter  was  deposited  on 
the  tube,  and  after  a  few  weeks  made  the  taking  of  readings  difficult. 

In  addition  to  this,  at  the  back  end  of  the  machine  a  cast-iron  bracket  is  bolted  to 
the  standard.  This  has  its  upper  surface  planed,  and  on  it  a  small  table  having  a 
revolution-counter  (T,  fig.  2),  attached  to  it.  The  table  slides  on  the  surface,  being 
guided  so  as  to  allow  the  counter  to  pass  in  and  out  of  gear  with  the  end  of  the 
crank  shaft.     A  steady  pin  was  used  to  hold  the  counter  in  its  different  positions. 

A  lead  buffer  is  used  to  receive  the  blow  from  the  vertical  oscillatory  weight  when 
the  specimen  breaks.  Two  cast-iron  pieces  F  and  G  (fig.  5,  p.  279),  keep  the  buffer 
central  and  are  so  arranged  that  when  F  is  lifted  G  can  be  removed.  A  conical  piece 
of  lead  is  inserted  in  the  centre  of  the  piece  F,  and  is  directly  under  the  vertical 
spindle.  The  pieces  of  lead  can  easily  be  replaced,  and  it  was  found  necessary  to 
replace  them  after  every  three  or  four  tests. 

Method  of  Lubrication. 

A  great  amount  of  difficulty  was  experienced  in  supplying  the  oil  to  the  various 
bearings.  A  very  thick  oil  was  used  for  the  crank  pin,  and  an  ordinary  machine  oil 
for  the  other  parts.     In  the  final  arrangement  of  the  apparatus,  the  oil  was  supplied 
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from  two  large  glass  vessels  supported  by  brackets  fixed  to  the  wall  behind  the 
machine.  The  oil  was  led  by  means  of  two  f -inch  brass  pipes  to  the  machine,  one 
pipe  being  arranged  to  feed  into  a  brass  cup  at  the  extremity  of  the  crank  pin,  the 
other  having  a  number  of  branches  passing  to  the  various  bearings  in  the  upper  part 
of  the  machine. 

The  brass  cup  supplies  the  oil  to  the  crank  pin  by  centrifiigal  force,  by  means  of  a 
hole  passing  along  parallel  to  the  centre  line  of  the  shaft  and  then  at  right  angles 
into  the  crank  pin  bearing.  The  two  pins  in  the  horizontal  connecting  rod  were 
supplied  with  oil  from  two  vertical  pipes  having  cups  to  receive  the  oil  at  their  upper 
extremities,  which  pipes  are  connected  together  and  oscillate  about  a  pin  supported 
by  a  bracket  attached  to  the  frame  of  the  machine.  From  one  pipe  the  oil  is  led 
directly  uj>  the  centre  of  the  pin  connected  to  the  horizontal  sliding  piece,  and  from 
the  other  the  oil  is  led  to  the  same  pin  but  passes  along  a  pipe  attached  to  the 
connecting  rod  to  the  pin  at  the  other  end  of  the  rod. 

Sheet  iron  shields  are  placed  about  the  revolving  parts,  and  these  coUect  the  oil 
thrown  off,  carry  it  down  the  vertical  rod,  and  allow  it  to  drain  into  a  cup  and  pipe 
for  carrying  the  oil  so  drained  to  the  lower  pin  of  this  rod.  The  bearing  of  the 
vertical  sliding  piece,  above  the  load,  receives  the  oil  drained  from  the  upper  parts  of 
the  machine ;  the  bearing  below  the  load  receives  the  oil  from  passages  cut  in  the 
sliding  spindle  through  which  the  oil  passes  on  its  downward  course.  The  crank 
shaft  bearings  and  the  horizontal  sliding  piece  bearings  have  each  a  separate  oil 
supply  pipe. 

A  sheet  iron  trough  is  inserted  between  the  frame  of  the  machine  and  the  bed- 
plate to  catch  the  oil.  The  oil  is  taken  out  of  the  troughs,  passed  through  a  filter, 
and  again  used.  The  thick  oil  was  used  for  nothing  but  the  crank  pin  for  some  time, 
but,  owing  to  the  mixing  of  the  oils  in  the  lower  trough,  the.  oil  all  became  gradually 
of  a  heavy  variety,  so  that  in  about  a  few  months  the  same  oil  was  used  for  aU  the 
bearings. 

The  machine,  it  was  found,  worked  well  after  a  few  months'  running,  but  on 
changing  from  slow  to  high  speeds,  or  vice  versd,  a  little  trouble  was  always 
experienced  owing  to  the  bearings  heating.  To  help  to  keep  the  crank  shaft 
bearings  cool, — as  it  was  these  bearings  which  heated  most  easily, — a  hole  was 
drilled  right  through  the  whole  length  of  this  shaft,  and  a  brass  junction  was 
specially  made  for  the  back  end ;  to  this  junction  an  india-rubber  pipe  conveying  a 
stream  of  water  was  connected.  The  water  passed  along  the  hole  in  the  crank  shaft 
to  the  front  of  the  machine,  where,  on  passing  out,  it  was  received  by  a  pipe  of 
larger  diameter,  through  which  it  was  drained  away. 

Determination  of  Stress. 

If  W  is  the  weight  below  the  specimen,  R  the  radius  of  the  crank,  L  the  length 
of  the  vertical  connecting  rod,  6>  the  angular  velocity  of  the  crank  pin,  and  A  the 
VOL.  cxax. — A.  2  N 
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area  of  the  specimen,  then  the  compressive  stress  in  the  specimen  at  the  upper  end 
of  the  stroke  is  equal  to 

■Wo)2R, 


9^ 


_R\  _  W 

lJ        A' 


and  the  tensile  stress  at  the  lower  end  of  the  stroke  to 


Wo)2R/  R 


hi 


The  range  of  stress  is  equal  to  the  sum  of  these,  or  is  equal  to 

The  values  of  W,  the  weights  of  tlie  vertical  loads  used  below  the  specimen,  were 
detei-mined  to  one  hundredth  of  a  pound,  and  were  as  follows : — 


Spindle  and  lock-nut 

.     .       6  "15  pounds. 

„       lock-nut, 

and  one  weight     .     . 

.     .     12-42       „ 

>)               >) 

„    two  weights   .     . 

.     .     18-G9       „ 

J>                                 3> 

„    three    „          .     . 

.     .     24-96       „ 

>>                                 )> 

„    four      „           .     . 

.     .     31-23       „ 

97                                 )> 

„    five      „          .     . 

.     .     37-50       „ 

>)                                 )> 

„    six       „          .     . 

.     .     43-77       „ 

The  error  in  the  determination  of  the  stress  due  to  the  maximum  error  in  the 
estimation  of  these  weights  would  not  in  any  case  exceed  '3  per  cent. 

The  throw  of  the  crank  was  measured  to  a  ten-thousandth  of  an  inch,  the  value 
obtained  being  '5067  inch.  The  maximum  error  in  this  measurement  would  not 
affect  the  stress  by  more  than  '1  per  cent. 

The  areas  of  the  specimens  were  determined  by  finding  their  diameters  by  means 
of  an  ordinary  micrometer  gauge  which  was  graduated  to  ten-thousandths  of  an  inch. 
Assuming  that  the  greatest  error  in  actual  measurement  would  not  be  more  than 
three  ten-thousandths  of  an  inch,  then  the  error  from  this  cause  for  a  specimen 
i  inch  diameter  would  not  exceed  '25  per  cent. 

It  is  thus  seen  that  the  errors  incurred  in  the  estimation  of  W,  R  and  A  are 
negligible. 

There  are  three  sources  of  errors  in  the  estimation  of  the  angular  velocity.  They 
are — 

(1)  The  variation  due  to  fluctuation  in  the  energy  of  the  parts ; 

(2)  The  variation  due  to  fluctuation  of  the  velocity  of  the  engine  in  a  cycle ;  and 

(3)  The  variation  due  to  the  fluctuation  of  velocity  over  a  long  interval  arising 

from  the  difficulty  of  regulating  the  motive  power. 
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(1)  To  determine  the  extent  of  the  variation  due  to  the  first  cause,  the  curves  of 
displacement  for  the  oscillating  parts  were  carefully  drawn  to  a  large  scale,  and  the 
harmonics  of  the  motion  found  by  the  usual  graphical  method.  The  harmonics  were, 
however,  very  small,  and  as  the  kinetic  energy  of  the  reciprocating  parts  is  only 
about  ^th  of  the  total  kinetic  energy  of  the  rotating  parts,  it  is  evident  that  the 
fluctuation  of  energy  of  the  parts  could  only  introduce  infinitesimal  fluctuations  in 
angular  velocity. 

(2)  The  fluctuations  of  velocity  of  the  engine  in  a  cycle,  loaded  as  it  was  by  a 
heavy  fly-wheel  and  rope  pulley,  and  connected  with  a  long  line  of  shafting  having  a 
large  number  of  heavy  pulleys  attached,  are  also  negligibly  small.  Thus  the  only 
real  difficulty  in  eliminating  errors  in  the  measurement  of  o)  was  found  in  overcoming 
the  secular  variations  of  velocity. 

(3)  In  the  first  series  of  experiments,  the  machine  was  driven  by  a  Crossley's 
oil  engine  of  three  horse-power,  but  the  fluctuations  of  velocity  were  not  small 
enough,  even  when  the  engine  was  working  with  fiiU  load,  for  this  mode  of  driving 
to  be  considered  satisfactory.  Although  the  author  was  not  content  with  the 
resxdts  obtained  under  these  conditions,  yet,  for  the  sake  of  comparison,  the  results 
of  one  set  of  20  tests  are  given  in  this  paper. 

The  machine  was  finally  driven  by  the  low-pressure  engine  of  the  triple  expansion 
experimental  engines.  These  engines  are  described  in  a  paper  on  *  The  Mechanical 
Equivalent  of  Heat,'  by  Professor  Osborne  Reynolds  and  W.  H.  Moorby,  1898.* 
The  secular  changes  of  velocity  were  again  found  to  be  great,  and  it  was  only  after  a 
great  number  of  trials  that  the  following  method  (suggested  by  Professor  Reynolds) 
was  hit  upon  to  reduce  them  to  a  minimum,  it  being  the  only  method  suitable  for 
this  work. 

The  boiler  was  worked  at  120  lbs.  pressure,  and  the  steam  was  throttled  so  as  to 
reach  the  engine  at  5  lbs.  per  square  inch.  In  this  way,  small  variations  of  boiler 
pressure  were  rendered  less  effective  in  causing  variations  of  velocity. 

The  engines  were  run  so  as  to  give  out  approximately  20  horse-power,  and  drove 
by  means  of  a  rope  a  long  line  of  shafting  from  which  the  power  was  taken  to  the 
counter  shaft  of  the  machine  by  means  of  a  2 1 -inch  belt.  The  surplus  work  was 
dissipated  in  a  hydraulic  brake,  also  described  in  the  paper  just  referred  to.  The 
brake  was  not  loaded  in  the  ordinary  way,  but  was  allowed  to  bed  against  an  upright 
or  dead-stop  behind  the  brake ;  a  fairly  constant  flow  of  water  was  supplied  to  the 
brake,  and  the  resistance  offered  by  the  brake  was  varied  by  regulating  the  quantity 
of  water  passing  out  of  it. 

A  speed  indicator,  similar  to  the  one  attached  to  the  testing  machine,  and 
previously  described  (see  p.  272),  was  driven  directly  from  the  engine,  and  the 
heights  of  the  water  columns  in  the  two  indicators   were   constantly  watched   by 

*  *  Phil.  Trans.' 
2  N  2 
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means  of  a  telescope  and  mirror,  so  arranged  as  to  bring  the  images  of  the  two 
columns  next  to  each  other.  The  fluctuations  of  velocity  of  the  engine  and  the 
machine  could  thus  be  easily  compared,  and  any  slipping  at  once  detected. 

It  was  found  that,  using  this  method  of  regulation,  the  fluctuations  of  velocity  of 
the  machine  and  engine  corresponded  with  one  another,  and  that  the  fluctuation 
could  be  kept  within  very  small  limits,  namely,  about  |-th  per  cent.  A  certain 
amount  of  experience  was  necessary  to  ensure  this  steady  motion  for  a  long  period, 
as  in  varying  the  water  passing  out  of  the  brake,  a  little  too  much  either  one  way  or 
the  other,  oscillations  of  speed  were  set  up  which  took  some  time  to  die  away.  It 
was  also  found  that  the  reading  of  the  two  speed  indicators  did  not  correspond  at 
once  when  the  machine  was  started  after  a  period  of  rest,  but  that  after  a  few 
minutes'  run  they  settled  down  to  corresponding  positions. 

The  telescope  and  mirror  were  discarded  after  some  time,  but  the  speed  indicators 
were  occasionally  checked  in  each  experiment.  Mr.  Joseph  Hall,  the  engine 
attendant  in  the  Whitworth  Engineering  Laboratory,  soon  became  quite  expert  in 
keeping  the  variations  of  speed  within  surprisingly  narrow  limits,  even  when  an 
experiment  extended  over  seven  or  eight  hours  without  a  stop. 

The  author  often  found  it  impossible  to  be  in  attendance  the  whole  time  occupied 
by  long  tests,  and  in  such  cases  the  machinery  was  left  in  charge  of  Mr.  Hall.  The 
author  found  that  he  could  leave  the  apparatus  in  his  charge  with  the  utmost 
confidence. 

The  maximum  error  in  the  determination  ot  the  stress,  due  to  errors  in  the 
measurement  of  w,  is  finally  estimated  at  '3  per  cent. 

Modes  of  Vibration  of  a  Specimen. 

The  specimen  may  vibrate  during  a  test  in  three  ways,  longitudinally,  transversely, 
and  torsionally,  and  it  is  important  that,  either  the  periods  of  the  free  vibration  of 
the  specimen  do  not  coincide  with  the  period  of  any  unbalanced  force  in  the  machine, 
or  that  the  vibrations  are  prevented  from  taking  effect  by  the  use  of  suitable  guides. 

The  central  cylindrical  part  of  most  of  the  specimens  was  half  an  inch  long  and 
•25  inch  diameter.  The  greatest  load  suspended  from  it  was  4377  lbs.,  and  the 
smallest  12'42.  Taking  30  X  10^  as  Young's  modulus  for  mild  steel,  the  number  of 
longitudinal  vibrations  per  minute  was  calculated  and  found  to  be  between  the 
limits  130,000  and  50,000  approximately. 

The  highest  speeds  at  which  the  machine  was  driven  with  the  greatest  and  least 
loads  were  1,800  and  2,500  revolutions  per  minute  respectively.  It  is  thus  evident 
that  the  free  period  of  the  longitudinal  vibration  of  the  specimen  can  never  coincide 
with,  or  be  any  simple  multiple  of,  the  speed  of  the  machine,  and  hence  can  never 
coincide  with  any  periodic  force  arising  from  the  imperfect  balancing  of  the  moving 
parts. 
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The  number  of  free  vibrations  per  minute  of  the  specimen  vibrating  transversely 
was  calculated,  considering  the  specimen  as  a  bar  fixed  at  its  end,  and  found  to  be 
about  500,000  per  minute,  so  that  in  this  case  also  the  free  vibration  need  not  be 
considered  as  influencing  the  results. 

The  number  of  vibrations  per  minute  executed  by  a  specimen  when  oscillating 
torsionally  was  also  estimated.  The  calculation  gives  for  the  heaviest  and  lightest 
loads  used  1200  and  2800  vibrations  per  minute  respectively,  so  that  it  is  quite 
possible  that  the  free  period  of  torsional  vibration  of  the  specimen  might  coincide 
with  the  speed  of  the  machine. 

The  key  attached  to  the  vertical  sliding  spindle,  which  works  in  a  key-slotted  bush 
which  can  be  adjusted  and  locked,  prevents  such  vibration  above  a  certain  amplitude 
taking  place,  and  they  are  damped  also  by  the  viscosity  of  the  oil  in  the  bearings  of 
the  spindle.  Still,  it  is  evident  that  this  key  and  keyway  cannot  be  fitted  so 
accurately  as  to  completely  extinguish  a  twist  in  the  specimen  as  it  slides  with  the 
weight. 

With  a  view  to  eliminating  the  effect  of  the  torsional  vibrations  of  specimens,  a 
number  of  tests  were  carried  out  under  different  conditions.  It  was  found  that  when 
the  speed  corresponding  to  the  free  period  of  torsional  vibrations  was  reached,  a 
change  in  the  moment  of  inertia  of  the  load  seemed  at  once  to  eliminate  the 
vibrations,  whilst  the  unlocking  of  the  lower  bearing  greatly  increased  them,  causing 
the  specimen  to  break  with  fewer  reversals.  When  the  speed  did  not  correspond 
with  the  free  period,  neither  the  change  of  moment  of  inertia  nor  the  conditions  ot 
locking  effected  the  results  (see  footnote.  Table  III.,  set  C). 

The  results  of  these  tests  are  given  later  (p.  289),  and  it  is  seen  that  only  when  the 
free  vibration  of  the  specimen  coincides  with  the  speed  of  the  machine  has  this 
vibration  any  influence  on  the  results. 

Preparation  of  the  Specimens. 

The  materials  used  in  the  tests,  of  which  the  results  are  given  in  this  paper,  were 
mild  steel,  best  cast  steel,  and  best  Lowmoor  iron.     By  far  the  greater  number  of 
tests    were    carried    out    on   specimens 
having  dimensions  given  in  fig.  4. 

Bars  f  inch  diameter  were  cut  up 
into  short  lengths  of  6  inches.  The 
centres  were  marked  and  small  holes 
were  drilled  up  these  centres  for  each 
piece,  and  the  pieces  were  then  square- 
centred  in  the  ordinary  way.     A  rough 

cut  was  then  taken  over  the  whole  length,  and  the  cutting   of  the  screw,  over 
5  inches  in  length,  was  then  commenced.     This  part  was  then  finished  by  means  of  a 
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chaser  to  a  Whitworth  Standard  f -inch  thread  The  pieces  were  marked  off  to  a 
standard  length  and  the  ends  cut  down  well  below  the  thread.  The  central  part 
was  roughed  out  and  turned  carefully  as  the  size  required  was  approached,  a  template 
being  used  for  the  curved  ends,  which  were  cut  to  an  arc  of  a  circle  f  inch  diameter. 

The  specimens  were  next  rotated  between  centres  and  ground  to  size  by  means  of 
a  small  emery  wheel  which  rotated  rapidly  in  the  opposite  direction  to  the  specimen, 
and  which  was  moved  backwards  and  forwards  parallel  to  the  axis  of  the  specimen. 
The  amount  taken  off  during  the  grinding  process  was  usually  about  one-thousandth 
part  of  an  inch  all  over  the  central  parallel  part. 

In  the  early  part  of  the  work  the  specimens  were  turned,  ground,  and  finished  in 
the  College  Laboratory,  but  during  the  latter  part  they  were  prepared  by  Messrs. 
Carters  and  Co.,  Engineers,  Salford. 

A  number  of  specimens  were  turned  and  ground  very  roughly  in  order  to  see  the 
effect  of  any  bad  workmanship,  but  the  results  were  found  to  agree  almost  as  well  as 
if  the  specimens  had  been  turned  and  ground  in  the  careful  manner  above  described. 

In  the  case  of  the  cast-steel  specimens  the  bars  were  sawn  up  and  the  short 
pieces  were  then  annealed  in  a  gas  furnace  before  commencing  the  turning  process. 

The  Annealing  of  the  Specimens. 

The  finished  specimens  which  were  to  be  annealed  were  placed  inside  a  piece  of 
wrought-iron  piping,  6  inches  diameter,  and  the  pipe  was  closed  at  both  ends  by 
means  of  two  cast-iron  covers.  The  case  so  formed  containing  the  specimens  was 
placed  so  as  to  stand  with  the  specimens  vertical,  inside  a  gas  furnace,  and  heated. 

The  jet  of  hot  gases  was  prevented  from  playing  directly  on  the  case  by  using  a 
cast-iron  plate  which  was  placed  opposite  to  the  jet,  and  the  case  was  rotated 
frequently  to  ensure  uniform  heating.  The  supply  of  gas  and  air  to  the  burner 
could  be  adjusted  as  required.  The  process  of  heating  up  to  a  red-heat  usually  took 
about  half  an  hour,  during  which  time  the  specimens  were  occasionally  examined  by 
moving  the  upper  cast-iron  cover ;  the  gas  supply  was  then  diminished  so  as  to  keep 
the  furnace  at  a  constant  temperature  for  another  half-hour,  after  which  th6  biuner 
was  taken  away,  the  passages  for  outlet  and  inlet  of  hot  gases  plugged  up  by  pieces 
of  cast-iron,  and  the  whole  allowed  to  cool,  the  cooling  process  usually  taking  from 
10  to  12  hours. 

On  taking  the  specimens  from  the  annealing  furnace  the  thin  coat  of  oxide  was 
removed  fi'om  the  central  parallel  part  by  rubbing  it  with  the  finest  emery  cloth. 
This  coat  was,  as  a  rule,  easily  removed,  but  in  a  few  cases  the  specimens  were 
polished  in  a  lathe,  as  the  skin  was  found  to  be  very  hard. 

The  diameter  of  the  central  part  was  next  measured  by  means  of  an  ordinary 
micrometer  gauge,  and  if  this  part  was  found  to  be  slightly  tapered,  the  diameters  at 
the  centre  and  each  end  were  measured. 
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Method  of  Fixing  the  Specimens. 

A  lock-nut  was  screwed  on  to  each  end  of  the  specimen,  a  hardened  steel  ball, 
^  inch  diameter,  was  inserted  in  the  upper  chuck  H  (fig.  5),  and  that  end  of  the 
specimen  which  contained  the  centre  mark  was  screwed  into 
this  chuck,  but  not  screwed  home.  The  oscillatory  weight 
was  then  next  brought  up  and  the  chuck  J,  which  contained 
another  hardened  steel  ball,  was  screwed  on  the  lower  end  of 
the  specimen  until  the  specimen  bedded  against  the  ball,  the 
specimen  being  prevented  from  rotating  by  means  of  a  pair  of 
gas-tongs  with  whicli  the  short  parallel  part  m  was  gripped. 
The  lock-nut  n  was  screwed  tight,  thus  fixing  the  specimen 
to  the  oscillatory  weight. 

The  weight  was  now  supported,  and  the  specimen  screwed 
up  so  as  to  bed  against  the  steel  ball  in  the  upper  chuck,  the 
small  force  necessary  for  this  being  supplied  by  gas-tongs, 
with  which,  in  this  C€tse,  the  parallel  part  I  was  gripped. 
The  lock-nut  r  was  then  screwed  tight,  thus  fixing  the 
specimen  to  the  chuck  H. 

By  the  above  method,  one  was  certain  of  getting  the 
specimen  into  the  machine  without  straining  it,  whereas,  had 
the  specimen  been  fixed  first  to  the  upper  chuck,  it  is  quite 
possible  that  the  material  would  have  been  subjected  to 
severe  torsional  strains  in  connecting  up  the  oscillating 
weight. 

In  the  tests  carried  out  with  the  apparatus  driven  by  the 
oil  engine,  the  steel  balls  were  not  used,  and  they  were  also 
discarded  in  the  tests  on  wrought  iron  and  cast  steel,  since 
it  was  found  that  the  specimens  could  be  easily  locked  in  the 
manner  described  above  without  using  the  balls.  p-    g 

In  a  great  many  of  the  tests  the  specimens  were  not 
prevented  fi'om  rotating,  for,  as  previously  explained,  it  was  found  unnecessary  to 
do  so,  but  when  necessary,  to  prevent  oscillations,  the  lower  bearing  was  locked  by 
means  of  a  small  bi^ass  set-screw  i%  \  inch  diameter,  which  was  screwed  so  as  to  press 
against  the  outside  of  the  loose  bush  which  formed  this  bearing,  thus  by  frictional 
force  preventing  torsional  oscillations. 

Method  of  Conductiyig  Tests. 

The  boiler  fire  was  generally  made  about  8.30  in  the  morning ;  steam  was  up  and 
the  engine  was  started  a  little  before  9.30.     During  this  time  the  oil  supply  pipes  of 
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the  testing  machine  and  engine  were  attended  to,  the  cocks  being  adjusted  to  give 
the  necessary  flow  for  each  bearing  ;  the  large  oil  vessels  on  the  wall  were  filled  up ; 
the  rope  was  placed  on  a  suitable  step  of  speed  pulley,  and  the  movable  pulley  was 
adjusted  to  give  the  requisite  tension  for  driving;  a  specimen  was  inserted  in  the 
manner  previously  described ;  the  counter  reading  was  taken ;  the  water  inlet  cock 
connected  to  the  hydraulic  brake  was  adjusted  so  as  to  give  the  necessary  flow  of 
water  through  the  brake  ;  and  the  apparatus  was  then  ready  for  the  carrying-out  of 
a  test. 

Having  decided  upon  the  particular  speed  at  which  the  machine  was  to  run,  the 
speed  of  the  engine  to  obtain  this  was  found  from  the  tabulated  results  of  a  series  of 
experiments  previously  made  ;  the  flow  of  water  from  the  engine  brake  was 
regulated  (see  p.  275)  by  means  of  the  water  outlet  valve,  attached  to  the  spindle  of 
which  was  a  long  arm,  which  enabled  one  to  delicately  adjust  the  valve  opening  (so 
as  to  bring  the  engine  to  the  chosen  speed);  the  machine  was  started  after  the 
engine  had  been  working  steadily  for  a  few  minutes. 

At  the  commencement  of  a  test  the  author  usually  watched  the  speed  indicator 
attached  to  the  machine ;  the  engine  attendant  watched  the  engine  speed  indicator 
and  adjusted  the  outlet  valve  of  the  brake  if  necessary.  The  speed  of  the  machine 
gradually  rose ;  the  time  taken  to  rise  to  the  required  speed  varied  from  60  to  100 
seconds  when  the  machine  was  started  first  thing  in  the  morning,  but  the  speed  was 
attained  in  about  20  seconds  when  the  machine  had  been  running  for  a  short  time 
before  beginning  the  test. 

It  was  very  important  to  carefully  watch  the  speed  indicator  columns  on  starting, 
as  the  speed  of  the  engine  had  to  be  reduced  always  one  or  two  revolutions  per 
minute  in  the  first  few  minutes  of  the  run,  which  appeared  to  be  the  time  necessary 
to  obtain  steady  lubrication  of  the  bearings ;  moreover,  a  great  amount  of  trouble 
was  saved  when  the  brake  had  been  carefully  adjusted  at  the  commencement  of  the 
test,  for  in  many  experiments,  when  this  adjustment  had  been  made,  it  was  found 
unnecessary  to  touch  the  outlet  cock  for  periods  of  30  minutes  or  even  longer.  On 
arriving  at  the  steady  speed,  it  was  only  necessary  to  watch  the  speed  indicator  on 
the  engine,  since  the  fluctuations  of  the  two  speed  indicators  were  found  to  agree,  but 
still  the  indicator  connected  to  the  machine  was  examined  about  every  10  minutes. 

Throughout  the  test  the  boiler  was  attended  to,  so  as  to  keep  the  pressure  as 
nearly  constant  as  possible. 

The  time  at  which  the  machine  attained  the  required  speed  was  taken  by  means  of 
a  watch ;  and  when  the  speed  of  the  engine  had  become  steady,  the  counter  on  the 
testing  machine  was  pushed  home,  and  the  number  of  revolutions  taken  for  from 
10  to  100  minutes,  according  to  the  length  of  the  time  taken  for  the  test ;  after  one 
minute's  interval,  during  which  the  counter  reading  was  taken,  the  counter  was 
again  pushed  home,  and  so  on  throughout  the  test. 

The   time  at   which   the   specimen   broke   was   taken,  and  the  total  time  from 
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attaining  full  speed  to  breaking  was  deduced  and  the  total  reversals  were  estimated 
from  this  and  the  mean  speed. 

In  the  case  of  very. short  tests  the  speed  was  found  either  before  or  directly  after 
the  test,  in  which  case  the  oscillatory  weight  was  connected  up  by  a  specimen  of 
large  diameter  specially  kept  for  such  work,  and  the  machine  was  run  for  10  minutes 
to  the  mark  on  the  speed  indicator  at  which  the  test  was  done. 

It  is  thus  seen  that  the  reversals  of  stress  to  which  the  materials  were  subjected 
during  the  rise  of  speed  were  not  taken  into  account.  This  might  make  a  slight 
diflference  in  the  short  test«,  but  could  certainly  have  very  little  effect  on  the  results 
in  the  case  of  long  tests,  namely,  those  extending  over  a  period  greater  than  two  or 
three  hours.  To  reduce  this  effect  as  much  as  possible,  short  tests  were  never 
carried  out  without  previously  running  the  machine  for  some  time  at  the  speed  at 
which  they  were  done. 

If,  during  a  test,  the  lubrication  of  any  of  the  bearings  of  the  engine,  shafting,  or 
machine  failed,  it  was  at  once  detected,  since  the  speed  indicator  column  on  the 
engine  fell  and  the  pitch  of  the  (unmusical)  note  given  out  by  the  machine  was 
lowered.  In  such  cases,  the  machine  was  at  once  stopped  and  the  time  taken ;  the 
bearing  was  attended  to,  and  a  new  start  made. 

In  the  case  of  very  long  tests,  the  machine  was  run  for  five  or  six  hours  each  day 
according  to  convenience.  The  engine  could  not  be  used  for  driving  on  Tuesday  or 
Wednesday  afternoons,  as  it  was  employed  during  those  times  by  the  students  for 
the  experimental  trials,  which  form  part  of  the  College  Laboratory  course  ;  so  that  a 
test  which  required  ten  or  twelve  hours  to  complete  could  not  be  conveniently  carried 
out  without  a  stop  which,  in  some  cases,  extended  over  two  or  three  days. 

It  was  important  to  find  the  effects  of  these  periods  of  rest  on  the  number  of 
reversals  required  for  rupture,  and  after  several  preliminary  tests  were  completed,  a 
series  of  experiments  were  undertaken  to  investigate  this  matter.  An  account  of 
these  experiments  is  given  later  (see  p.  283). 

Prelimwary  Tests  for  Mild  Steel. 

A  great  number  of  preliminary  tests  were  carried  out  during  the  time  in  which  the 
oil-engine  was  used  as  the  source  of  power  and  also  on  first  using  the  steam-engine. 
In  some  cases  the  oil-engine  had  an  ordinary  pulley  and  cord  brake  attached,  so  as  to 
cause  the  engine  to  work  at  full  load,  thus  reducing  the  fluctuations  of  velocity, 
whereas  in  other  cases  it  was  used  to  drive  the  machine  without  any  brake. 
The  ordinary  statical  test  for  this  material  gave  the  following  results  : — 

Yield  stress .18*64  tons. 

Maximum  stress 2  5  8  3     ,, 

Breaking  stress 22*09     „ 

Percentage  elongation  at  maximum  streas     .     .     22. 

„  „  rupture 29, 
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The  results  of  the  endurance  tests  given  in  Table  I.  were  obtained  whilst  working 
under  the  conditions  mentioned  above.  The  specimens  were  turned  and  finished  in 
the  College  Laboratory,  and  approximately  corresponded  to  the  final  specimen  shown 
in  fig.  3.  The  diameters  were  not  quite  the  same  for  all  specimens,  but  varied  fi-om 
•21  to  '26  inch;  the  specimens  were  not  annealed.  The  machine  was  working  with 
the  full  load,  4377  lbs. ;  the  speeds  used  varied  fi'om  1200  to  1500  revolutions  per 
minute. 

The  fluctuation  of  velocity,  as  shown  by  the  speed  indicator  attached  to  the 
machine,  usually  ranged  from  4  per  cent,  to  6  per  cent.  Tlie  revolutions  per  minute 
were  determined  by  dividing  the  total  revolutions  by  the  total  time  from  the 
beginning  to  the  end  of  the  test. 

Table  I. — Unannealed  Mild  Steel. 
Oscillatory  welglit,  4377  lbs.     Diameter  of  Specimens,  "22  mch  to  '26  inch. 


Number. 

Maximum  stress. 

Minimum  stress. 

Bangc  of  stress. 

Reversals  for  rupture. 

1 

18-97 

-16-3C 

35-33 

2,360 

2 

17-94 

15 

48 

33-42 

2,3.30 

3 

16-43 

14 

17 

30-60 

5,960 

4 

15-99 

13 

80 

29-79 

10,240 

5 

14-82 

12 

90 

27-72 

53,200 

6 

14-73 

12 

72 

27-45 

39,700 

7 

14-19 

12 

19 

26-38 

17,200 

8 

13-68 

11 

87 

25-5.") 

89,200 

9 

14-09 

12 

15 

26-24 

68,900 

10 

13-67 

11 

73 

25-40     . 

65,400 

11 

13-36 

11 

39 

24-75 

71,400 

12 

13-24 

11 

43 

24-67 

97,800 

13 

13-08 

11 

36 

24-44 

132,000 

14 

12-41 

10 

70 

2311 

251,000 

15 

11-97 

10 

30 

22-27 

332,000 

16 

11-76 

10 

01 

21-77 

396,000 

17 

11-72 

10 

01 

21-73 

404,000 

18 

11-57 

9 

91 

21-48 

710,000 

19 

10-42 

8-84 

19-26 

1,930,000 
(Not  broken.) 

20 

11-12 

9-45 

20-57 

3,920,000 

(Not  broken.) 

On  comparing  these  results  with  those  of  Wohler  for  a  similar  material — 
although  it  is  impossible  to  choose  from  his  list  one  exactly  the  same  as  the  steel 
used  here — one  sees  the  general  simikrity  of  the  results,  but  is  struck  by  the 
great  difierence  between  tlie  total  reversals  for  any  given  range  of  stress.  It  is  easy 
to  see  that  tliis  difference  is  greater  as  the  stress  range,  and  therefore  as  the  speed 
increases,  thus  suggesting  that  there  is  a  relation  similar  to  Wohler's  for  every 
speed. 
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If  the  mean  variation  of  speed  is  taken  at  5  per  cent.,  the  variation  of  stress 
range  due  to  this  will  be  10  per  cent.  This  great  variation  would  seem  to  reduce 
the  value  of  these  tests,  but  the  author  introduced  them  mainly  to  enable  one  to 
compare  results  got  in  this  way  with  those  obtained  after  the  fluctuations  of  speed 
had  been  reduced  to  a  minimum.  In  some  cases,  this  fluctuation  is  of  no 
consequence,  as  will  be  seen  from  the  following. 

On  comparing  Tests  18  and  20  (Table  I.)  we  see  that  for  a  drop  of  '91  ton  per 
square  inch  in  the  range  of  stress,  the  reversals  for  rupture  have  increased  from 
7 'I  X  10^  to  over  3 '9  X  10®.  If,  then,  a  fluctuation  of  range  of  stress  of  10  per 
cent,  had  been  taking  place  for  a  test  at  about  this  particular  range,  it  is  evident 
that  only  a  very  small  fraction  of  the  actual  reversals  recorded  could  be  effective  in 
damaging  the  material.  One  thus  sees  that,  as  long  as  the  rate  of  change  of 
reversals  with  range  of  stress  is  small,  slight  fluctuations  of  velocity  will  not 
appreciably  affect  the  results,  whereas,  when  this  rate  is  great,  it  is  important  to 
keep  the  speed  as  steady  as  possible. 

If  the  limiting  range  of  stress  increases  as  the  speed  diminishes,  it  wiU  be  more 
rapidly  approached  with  the  method  of  lowering  the  range  used  here,  than  in  that 
used  by  Wohler,  for  the  diminution  of  range  is  got  by  diminishing  the  speeds  when 
the  specimens  are  of  constant  diameter.  Hence,  after  a  certain  point,  it  will  not  be 
worth  while  doing  long  tests,  since  these  fluctuations  of  velocity,  however  small, 
would  render  the  results  doubtful. 

Finding  that  the  reversals  for  rupture  with  any  given  range  of  stress  are  diminished 
with  the  speed,  the  author  decided  to  limit  his  tests  more  particularly  to  cases  for 
which  the  reversals  were  less  than  one  million.  In  a  few  cases,  however,  specimens 
have  been  subjected  to  a  greater  number  of  reversals. 

Nearly  the  whole  of  one  year  was  spent  in  an  attempt  to  get  more  regular  results 
by  improving  the  method  of  preparing  the  specimens,  by  annealing,  by  subjecting 
each  specimen  to  a  number  of  reversals  with  a  small  range  of  stress,  and  by 
diminishing  the  fluctuations  of  speed  in  the  manner  described  previously ;  and, 
strange  as  it  may  seem,  the  results  were  not  so  regular  in  many  of  the  final  series  of 
tests  as  in  those  recorded  in  Table  I.  The  only  possible  explanation  is  that  the 
material  used  for  Experiment  I.  was  of  more  uniform  quality  than  that  used 
subsequently. 

On  the  Restoring  Ejfect  of  a  Peinod  of  Rent. 

Since  in  the  long  tests,  namely,  those  extending  over  several  days,  the  experiments 
could  not  be  conveniently  carried  out  without  stopping,  and  therefore  allowing  the 
specimen  to  rest,  it  is  important  to  find  the  effect  of  these  periods  of  rest  on  the 
total  reversals  required  for  breaking.  With  this  object  in  view,  tests  were  made 
with  a  number  of  specimens  of  mild  steel,  some  of  which  were  broken  without 
stopping  the  machine,  while  others  were  allowed  to  rest  for  various  periods  after 
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having  beeu  subjected  to  about  half  the  number  of  reversals  required  to  break  them. 
The  speed  of  the  machine  and  the  suspended  load  (24*96  lbs.)  were  kept  the  same  in 
all  cases.     The  results  of  these  tests  are  given  in  Table  II, 

Table  II.— Mild  Steel. 
Oscillatory  weight,  24 '96.     Diameter  of  Specimens,  '265  inch  to  "269  inch. 

Unannealed. 


Number. 

Revolu- 
tions per 
minute. 

Maximum 
stress. 

Minimum 
stress. 

10-23 

Kange  of 
stress. 

Reversals. 

Total 
reversals. 

I 

1 

1948 

11-56 

21-79 

114,000 

114,000 

2 

1949 

11-35 

10-06 

21 

41 

122,000 

122,000 

1                    3 

1947 

11-53 

10-21 

21 

74 

124,000 

124,000 

4 

1940 

11-54 

10-22 

21 

76 

47,500 

47,500 

5 

1947 

11-69 

10-37 

22 

06 

58,400 

— 

(After  3  days) 

1933 

11-51 

10-21 

21 

72 

53,800 

112,200 

6 

1935 

11-37 

10-08 

21 

45 

58,100 

— 

(After  5  days) 

1938 

11-41 

10-11 

21 

52 

60,200 

118,300 

7 

1938 

11-38 

10  09 

21 

47 

58,200 

— 

(After  5  days) 

1942 

11-53 

10-02 

21 

55 

80,600 

138,800 

8 

1937 

11-49 

10-17 

21 

66 

58,200 

— 

(After  11  days) 

1932 

11-43 

10-11 

21 

•54 

58,500 

116,700 

9 

1940 

11-39 

10-09 

21 

•48 

58,200 

— 

(After  11  days) 

1936 

11-37 

10-07 

21 

•44 

7,500 

65,700 

10 

1944 

11-58 

10-26 

21 

•84 

58,300 

— 

(After  4  months) 

1942 

11-56 

10-23 

21 

•79 

30,800 

89,100 

11 

1944 

11-57 

10-24 

21 

•81 

58,300 

— 

(After  4  months) 

1950 

11-63 

10-31 
Lnnealed. 

21-94 

32,100 

90,400 

Diameter  of 

Specimens, 

•25  inch. 

12 

1       1947 

13-14 

11-62 

24-76 

30,600 

30,600* 

13 

!       1947 

13-14 

11-63 

•  24-77 

30,500 

30,500* 

U 

1947 

13-09 

11-58 

24-67 

15,600 

— 

(After  4  months) 

1938 

12-98 

11-46 

24-44 

20,250 

35,850 

15 

1947 

13-87 

11-21 

26-08 

15,600 

— 

(After  4  months) 

1936 

i 

16-40 

13-35 

29-75 

12,600 

28,200 

No.  15  had 

extended  du 

ring  the  first 

part  of  the  te 

st,  and  the  di 

ameter  had  cha 

nged 

from 

•2487  to  -227 

1. 

In  these  experiments,  two  sets  of  specimens  were  prepared  aU  from  the  same  bar. 
The  material  was  the  same  as  that  employed  in  the  tests  recorded  in  Table  III.  The 
first  set  consisted  of  11  specimens,  which  were  tested  without  annealing.  The 
length  of  each  was  '63  inch,  and  their  diameters  varied  from  '265  to  '269  inch. 

Specimens  1,  2,  3,  and  4  were  broken  without  stopping  the  machine.     Specimens 

♦  These  two  tests  are  also  included  in  Table  III.,  Set  C,  Nos.  37,  38. 
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5  to  11  were  put  into  the  machine  and  run  for  30  minutes  each — about  half  the 
length  of  time  required  to  break  Specimens  1,  2,  and  3.  Specimen  5  was  carefiiUy 
put  away  for  three  days,  after  which  the  test  was  completed  by  putting  it  in  the 
machine  and  running  it  till  rupture  took  place.  The  other  specimens  were  treated  in 
a  similar  manner,  Specimens  6,  7,  and  8  resting  for  five  days,  Specimens  8  and  9  for 
eleven  days,  and  Specimens  10  and  11  for  four  months.  The  result  for  Specimen  4  is 
irregular,  and  is  therefore  rejected. 

The  second  set  of  specimens  was  treated  at  a  later  time.  They  were  annealed 
before  testing.  All  the  specimens  of  this  set  had  the  dimensions  shown  in  fig.  4, 
which  was  adopted  as  the  standard  size  in  all  succeeding  tests. 

These  results  show  that,  if  a  specimen  is  allowed  to  rest  when  the  test  is  half 
completed,  there  is  no  appreciable  recovery  if  the  period  of  rest  is  for  a  few  days 
only.  They  suggest  that  if  the  period  of  rest  extends  over  some  months  the 
specimens  may  or  may  not  recover  slightly ;  the  extent  would  appear  to  depend  on 
the  treatment  which  it  has  received  previous  to  the  test. 

To  settle  definitely  the  restoring  effect  of  a  long  period  of  rest,  a  great  many  more 
experiments  would  have  to  be  done,  but  as  far  as  this  work  is  concerned  where  the 
specimens  were  seldom  allowed  to  rest  for  more  than  two  days,  the  effect  of  this  rest 
on  the  total  reversals  for  rupture  is  negligible. 

Selaiion  of  Limiting  Range  to  Periodicity  of  Reversals. 

Under  this  head  are  given  the  results  of  experiments  to  determine  the  variation  of 
tlie  range  of  stress  with  speed  when  the  number  of  revei'sals  for  rupture  is  constant, 
viz.,  one  million. 

Six  bars  of  mild  steel  were  purchased  together,  and  the  whole  of  the  specimens 
for  which  the  results  given  in  Tables  II.  and  III.  were  obtained  were  cut  from  these 
bars.  Six  samples,  each  18  inches  long,  were  cut,  one  from  each  bai',  and  were  tested 
for  statical  breaking-stress,  &c.,  in  the  Owens  College  Laboratory  Testing  Machine, 
which  is  a  Buckton  100-ton  machine  of  the  Wicksteed  horizontal  lever  type  ;  the 
extensions  were  measured  over  8  inches.  The  figures  obtained  in  these  tests  were 
as  follow : — 


Yield-stress. 

Maximum 

stress. 

Breaking 
stress. 

Percentage 

elongation  at 

maximum 

stress. 

1 
Percentage 
elongation  at 
rupture.        1 

Maximum  .     . 
Minimum  .     . 
Mean     .     .     . 

17-44 
16-81 
17  12 

24-70 
22-93 
24-54 

21-08 
19-34 
20-47 

24-6 
23-0 
23-5 

31-5 

29 

30 

1 

Three  annealed  specimens  of  the  form  used  in  the  endurance  tests  (dimensions 
according  to  fig.  4)  were  also  broken  in  the  same  testing  machine,  and  the  maximum 
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stress  measured.  The  mean  for  these  three  tests  was  25*81  tons  per  square  inch  ; 
the  yield-stress  and  extensions  could  not  be  conveniently  measured. 

During  the  preliminary  tests  (described  on  p.  281),  it  had  been  noticed  that  the 
reversals  for  rupture  for  any  given  range  of  stress  diminished  as  the  rapidity  of 
reveiTsals  increased,  and  the  author  decided  to  carry  out  a  number  of  tests  to 
investigate  this  point.  He  decided  to  carry  out  six  sets  of  tests  with  the  standard 
form  of  specimen  (fig.  4). 

In  each  set  of  tests,  specimens  from  every  one  of  the  six  bars  were  used ;  the  load 
supported  by  the  specimen  was  kept  constant  and  the  speed  varied.  The  load  was 
changed  from  set  to  set  so  that  there  might  be  six  tests  for  any  given  range  of  stress, 
each  carried  out  at  a  diflferent  speed.  The  first  tsst  of  each  set  was,  as  a  rule,  done 
at  the  highest  speed  at  which  the  machine  could  be  run.  The  range  of  stress  was 
varied  for  the  subsequent  tests  in  the  set  by  reducing  the  speed.  It  was  decided  to 
limit,  in  general,  the  experiments  to  tests  taking  not  more  than  two  million  reversals 
for  rupture.     The  results  of  these  tests  are  given  in  Table  III. 

Table  IIL 

Set  A. 

Annealed  Mild  Steel. 

Oscillatory  weight,  12*42  lbs.     Diameter  of  Specimens,  '245  inch  to  '247  inch. 


Number. 


Revolutions  per 
minute. 


6 

7 

9 
10 


2380 
2306 
2240 
2191 
2126 
2047 
1956 
1954 
1909 
1888 


Maximum 
stress. 


10-00 
9-43 
901 
8-59 


99 
51 

81 


6-87 
6-51 
6-26 


Minimum 

stress. 


8-95 
8-43 
805 
7-66 
7-11 
6-67 
6-02 
6-08 
5-74 
5-50 


Bange  of 

stress. 


18-95 
17-86 
17-06 
16-25 
15-10 
14-18 
12-83 
12-95 
12-25 
11-76 


Ileversals  for 
rupture. 


28,090 

22,100 

80,700 

136,000 

248,700 

416,000 

334,000 

682,000 

1,138,000 

1,787,000 

(Not  broken.) 


Unannealed  Mild  Steel. 
Diameter  of  Specimens,  '24  inch  to  '255  inch. 


11 
12 
13 
14 
15 
16 
17 
18 
19 
20 


2492 
2438 
2382 
2356 
2346 
2238 
2190 
5122 
2071 
2015 


11-83 
1117 
10-54 
10-09 
9-91 


03 
33 
03 
34 


6-72 


10-65 

10-03 

9-46 

9-02 

8-87 
8-07 


•44 
•17 


6-54 
5-96 


22-48 

43,000 

21-20 

34,100 

20-00 

66,700 

19-11 

59,000 

18-78 

61,000 

17-10 

73,800 

15-77 

66,000 

15-20 

226,500 

13-88 

162,700 

12-68 

2,025,000 

(Not  broken.) 
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Table  III. — continued. 

SetB. 

Annealed  Mild  Steel, 

Oscillatory  weight,  18*69  lbs.     Diameter  of  Specimens,  '247  inch  to  '249  inch. 


Number. 

Kevolutions  per 

Maximum 

Minimiun 

Ilange  of 

Reversals  for 

minute. 

stress. 

stress. 

stress. 

rupture. 

21 

2285 

13-86 

12-39 

26-25 

4,100 

22 

2250 

13-33 

11-91 

25-24 

6,200 

23 

2150 

12-36 

11-00 

23-36 

35,500 

24 

2170 

12-29 

10-96 

23-25 

58,900 

25 

2113 

11-60 

10-33 

21-93 

86,000 

26 

2032 

10-83 

9-62      • 

20-45 

124,700 

27 

1934 

9-88 

8-74 

18-62 

199,700 

28 

1860 

9-30 

7-20 

17-50 

360,000 

29 

1807 

8-68 

7-65 

16-33 

438,000 

30 

1790 

8-77 

7-71 

16-48 

528,000 

31 

1749 

8-08 

7-09 

15- 17 

843,000, 

32 

1715 

7-79 

6-82 

14-61 

1,840,000 

33 

1696 

7-65 

6-70 

14-35 

5,076,000 
(Not  broken.) 

Set  C. 

Annealed  Mild  Steel. 

Oscillatory  weight,  24 '96  lbs.     Diameter  of  Specimens,  '248  inch  to  '25  inch. 


34 
35 
36 
37 
38 
39 
40 
41 
42 
43 


2150 
2032 
1962 
1947 
1947 
1903 
1845 
1758 
1693 
1682 


16-09 
14-34 
13-52 
1314 
1314 
12-62 
11-83 
10-89 


10 
9 


10 

88 


14-32 
12-73 
11-97 
11-62 


11 
11 


63 
•13 


10-41 
9-56 
8-82 
8-64 


30-41 
27-07 
25-49 
24-76 
24-77 
23-75 
22-24 
20-45 
18-92 
18-52 


0 

13,500 

30,900 

30,600* 

30,500t 

55,250 

143,200 

348,000 

283,000 

783,200 


SetD. 


Annealed  Mild  Steel. 
Oscillatory  weight,  3 1*23  lbs.     Diameter  of  Specimens,  '245  inch  to  "249  inch. 


44 
45 
46 
47 
48 
49 
50 
51 
52 
53 


1920 
1887 
1831 
1776 
1729 
1698 
1642 
1609 
1589 
1544 


16-43 
15-74 
15-03 
14-31 
13-31 
12-72 
11-99 
11-63 
11-14 
10-69 


14-52 
13-89 
13-25 
12-57 
11-66 
11-12 
10-45 
10-12 
9-66 
9-24 


30-95 
29-63 
28-28 
26-88 
24-97 
23-84 
22-44 
21-75 
20-80 
19-93 


4,400 

11,090 

14.300 

22,600 

72,700 

92,900 

149,400 

112,000 

400,300 

540,100 


*  Keyed  biish  of  lower  bearing  free  to  turn, 
t  „  „  ,,  locked, 
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Table  III. — continued, 

SetE. 

Annealed  Mild  Steel. 

Oscillatory  weight,  37 '50  lbs.     Diameter  of  Specimens,  '244  inch  to  '249  inch. 


Number. 

Revolutions  per 

Maximum 

Minimum 

Range  of 

Reversals  for 

minute. 

stress. 

stress. 

stress. 

rapture. 

54 

1832 

18-35 

1615 

34-50 

0 

55 

1776 

17-44 

15-33 

32-77 

2,900 

56 

1689 

16-04 

14-05 

30-09 

13,900 

57 

1645 

14-82 

12-92 

27-74 

20,100 

58 

1587 

13-81. 

il-98 

25-79 

39,600 

59 

1583 

13-78 

11-95 

25-73 

21,400 

60 

1544 

1316 

11-38 

24-54 

46,600 

61 

1499 

12-45 

10-74 

23-19 

112,400 

62 

1475 

11-63 

10-02 

21-65 

298,200 

63 

1441 

11-03 

9-46 

20-49 

650,100 

SetF. 

Annealed  Mild  Steel 

. 

OsciUa 

tory  weight,  ' 

1377  lbs.     Diameter  of  Specimens,  "238  inch  to  "249  inch. 

64 

1617 

17-63 

15 -.37 

33-00 

16,140 

65 

1539 

15-12 

13-10 

28-22 

17,440 

66 

1491 

14-05 

12  10 

26-15 

20,150 

67 

1501 

13-99 

12-09 

26-08 

45,200 

68 

1449 

13-26 

11-42 

24-68 

54,400 

69 

1401 

12-50 

10-69 

23-19 

96,600 

70 

1402 

12-31 

10-52 

22-83 

273,100 

71 

1372 

ll-9« 

10-21 

22-19 

348,400 

72 

1345 

11-43 

9-73 

21-16 

679,000 

73 

1.316 

11-74 

9-08 

19-82 

542,000 

Unannealed  Mild  Stee 

1. 

Dial 

neter  of  Specimens,  238  inch 

to  -250  inch. 

74 

1660 

17-28 

15-10 

32 -.S8 

43,000 

75 

1550 

14-45 

12-48 

26-93 

73,600 

76 

1494 

14-44 

12-44 

26-88 

67,200 

77 

1462 

13-94 

12-00 

25-94 

60,600 

78 

1356 

12-57 

10-70 

23-27 

199,400 

79 

1398 

12-28 

10-51 

22-79 

106,800 

80 

1399 

12-17 

10-41 

22-58 

233,200 

81 

1326 

11-86 

10-07 

21-93 

448,000 

82 

1305 

11-41 

9-64 

21-05 

1,141,000 

These  results  are  probably  not  so  regular  as  they  might  have  been  with  specimens 
all  cut  from  one  bar.  •  The  second  column  of  Table  III.  gives  the  speed  at  which  the 
machine  was  run  during  the  test ;  the  reversals  are  given  in  the  sixth  column.  The 
latter  were  determined  from  the  mean  speed,  found  from  the  readings  of  the  revolution 
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counter  over  times  ranging  from  10  to  100  minutes,  and  the  total  time  between 
starting  the  machine  and  rupture. 

The  following  tests  carried  out  as  part  of  Set  B,  Table  III.,  have  not  been  included 
in  that  table  : — 


Reversals. 

1 

Speed. 

tf. 

132,700 

1855 

b. 

127,000 

1855 

r. 

17,800 

1777 

il 

51,250     1 

1737 

e. 

329,000 

1775 

These  tests  were  carried  out  after  Nos.  24,  25,  26,  and  27  of  Set  B.  Owing  to  the 
specimen  used  in  (a)  breaking  in  a  shorter  time  than  was  expected,  the  test  was 
repeated  with  the  result  (6).  The  lower  bearing,  which  had  for  tests  (a)  and  (6)  been 
locked,  was  now  allowed  perfect  freedom  to  rotate,  and  tests  (c)  and  {d)  were  carried 
out.  The  lower  bush  was  now  removed  and  a  new  keyway  and  key  were  made  and 
very  accurately  fitted.  Then  test  (e)  was  carried  out.  The  large  plate  weights  on 
the. oscillating  spindle  were  changed  for  others  of  smaller  diameter  but  of  the  same 
weight,  and  the  remaining  tests  of  Table  III.,  Set  B,  were  completed.  It  is  evident 
from  the  above  that  in  the  tests  (c)  and  {d)  the  free  period  of  torsional  oscillation  of 
the  specimen  corresponded  with  that  of  the  machine  (see  p.  276). 

In  Tables  IV.,  V.,  and  VI.  are  given  the  corresponding  results  obtained  for  tests 
for  Lowmoor  iron,  cast-steel,  and  cast-iron,  respectively. 

The  statical  tests  for  these  materials  gave  the  following  results  : — 


Yield  stress. 


Maximum 
stress. 


Breaking 
stress. 


rupture. 


maxmium 
stress. 


{Maximum 
Minimum 
Mean.  . 
{Maximum 
Minimum 
Mean .    . 


16-46 
16-40 
16-43 
40-20 
39-45 
39-85 


23-58 
23-55 
23-56 
60-80 
55-30 
58-10 


23-08 
21-10 
22-27 
60-80 
55-30 
58-10 


24 
21 
22-8 


29' 

27- 

28' 

5' 

2' 
3- 


The  breaking  stress  for  annecdecl  specimens  of  the  type  used  in  the  endurance  tests 
was  23*1  tons  for  Lowmoor  iron,  and  48  tons  for  cast-steel.  In  the  case  of  the  cast- 
iron  used,  the  breaking  stress  was  9*4  tons.  As  the  specimens  used  were  short,  the 
extensions  were  not  measured. 

By  far  the  greater  number  of  specimens  broke  without  any  appreciable  change  in 
diameter  or  length.     A  fair  number,  however,  had  their  diameters  greatly  increased, 
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but  there  does  not  appear  to  be  any  definite  connection  between  these  changes  of 
dimensions  and  the  range  of  stress  or  speed,  as  far  as  the  author  has  observed.  In 
only  one  test,  namely,  No.  15,  Table  II.,  was  a  change  of  diameter  observed  on 
stopping  the  machine  before  rupture.  The  author  is  led  to  l)elieve  that  the  change 
in  dimensions  occurs,  if  at  all,  just  before  breaking.  In  only  one  case  had  flaws  been 
observed  on  stopping  the  machine  before  the  breaking-point  was  reached,  namely. 
No.  15,  Table  IV.     It  showed  most  peculiar  flaws  at  both  ends. 


Table  IV. — ^Annealed  Lowmoor  Iron. 

Set  A. 

Oscillatory  weight,  12*42  lbs.     Diameter  of  Specimens,  '245  inch  to  '249  inch. 


Number. 


1 
2 
3 
4 
5 
6 
7 
8 
9 
10 


Revolutions  per 
minute. 


Maximum 
stress. 


2380 
2308 
2298 
2217 
2122 
2038 
2034 
1969 
1893 
1890 


10-15 
9-33 
9-53 
8-82 


99 
28 
31 
73 
23 
21 


Minimum 
stress. 


Eange  of 

stress. 


9-08 
8-35 

8-51 


86 
10 


6-47 


50 
97 
50 


19-23 
17-68 
18-04 
16-68 
15-09 
13-75 
13-81 
12-70 


5-48 


11 
11 


73 
69 


Eeversak  for 
rupture. 


33,350 

49,200 

36,200 

43,250 

252,500 

89,700 

192,300 

399,600 

111,600 

1,236,000 


Oscillatory  weight,  24*96  lbs. 


11 
12 
13 
14 
15 
16 


2217 
2131 
2066 
2019 
1975 
1917 


13-03 
12-19 
11-54 
10-77 
10-50 
9-76 


SetB. 
Diameter  of  Specimens,  '245  inch  to  '248  inch. 

11-53  24-56  16,270 

10-74  22-93  43,800 

10-17  21-71  63,000 

9-45  20-22  85,800 

9-20  19-71  413,000 

8-52  18-24  342,000 


Oscillatory  weight,  31-23  lbs. 


17 
IS 
19 
20 


1916 
1836 
1701 
1630 


12-87 
11-77 
10-28 

8-48 


Oscillatory 

weight, 

43' 

77  lbs.     Dis 

imetei 

21 
22 
23 

148G 
1397 
1367 

J 

13-81 
12  15 
11-69 

1 
1 

SetC. 
Diameter  of  Specimens,  '248  inch  to  '25  inch. 

11-25                     24.-12  62,700 

10-25                      22-02  80,200 

8-88                     19-16  243,800 

8-14                     17-62  760,100 

Set  D. 

Diameter  of  Specimens,  -248  inch  to  '249  inch. 


11-90 

10-37 

9-96 


25-71 
22-52 
21-65 


54,000 
100,400 
299,500 
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Table  V. — Annealed  Cast  Steel. 

Set  A. 

Oscillatory  weight,  12'42  lbs.     Diameter  of  Specimens,  '245  inch  to  '25  inch. 


Number. 

lievolutious  per 

Maximum 

Minimum 

Kaiige  of 

lieversttls  fur 

minute. 

stress. 

stress. 
9-16 

stress. 
19-38 

rapture. 

1 

2382 

10-22 

35,680 

2 

2313 

9-35 

8-38 

17-73 

50,900 

3 

2303 

9-51 

8-50 

1801 

36,900 

4 

2226 

8-66 

7-74 

16-40 

97,000 

0 

2216 

8-94 

7-97 

16-91 

47,700 

6 

2117 

7-70 

6-85 

14-55 

273,000 

7 

2116 

7-75 

6-93 

14-68 

95,200 

8 

2034 

7-21 

6-40 

13-61 

472,000 

9 

1963 

6-77 

600 

12-77 

402,000 

10 

1892 

6-29 

5-5C 

11-85 

1,327,000 

Set  B. 
Oscillatory  weight,  24'92  lbs.     Diameter  of  Specimens,  '246  inch  to  '248  inch. 


11 
12 
13 
14 
15 
16 
17 


2215 
2163 
2076 
2012 
1972 
1917 
1838 


13-06 
12-56 
11-46 
10-91 
10-37 
9-95 
917 


11-66 

24-62 

11-09 

23-65 

10-07 

21-53 

9-56 

20-47 

9-08 

19-4.'. 

8-70 

18-65 

7-98 

1715 

37,700 
49,400 
86,700 
129,300 
189,300 
337,500 
687,400 


Seta 
Oscillatory  weight,  3r23  lbs.     Diameter  of  Specimens,  '248  inch  to  '25  inch 


18        ! 

1975 

13-73 

12  05 

25-78 

31,200 

19         1 

1841 

11-98 

10-44 

22-42 

107,400 

20         ' 

1694 

1010 

8-72 

18-82 

341,600 

21 

1650 

9-74 

8-39 

1813 

2,270,000 

SetD, 
Oscillatory  weight,  4377  lbs.     Diameter  of  Specimens,  '248  inch  to  '249  inch. 


22 
23 
24 
25 


1474 
1395 
1363 
1326 
1303 


13-46 
12-19 
11-59 
11-07 
10-64 


11-60 

25-06 

92,600 

10-41 

22-60           1 

157,000 

9-89 

21-48           ! 

265,400 

9-40 

20-47 

718,000 

9  00 

19-64 

918,000 

2  1'  2 
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Table  VI. — Cast-ii'on. 
Oscillatory  weight,  24*96  lbs.     Diameter  of  Specimens,  '345  inch  to  "35  inch. 


Number. 

Revolutions  per 
minute. 

1 

1941 

2 

1493 

3 

1496 

4 

1399 

5 

1396 

6 

1350 

7 

1305 

Maximum 

Minimum 

Range  of 

Reversals  for 

stress. 

stress. 

stress. 

rupture. 

6-67 

5-91 

12-58 

0 

4-01 

3-46 

7-47 

39,200 

4-02 

3-47 

7-49 

36,600 

3-53 

3  02 

6-55 

6,000 

3-51 

301 

6-62 

111,600 

3-35 

2-84 

619 

0 

310 

2-62 

5-72 

620,000 

Summary  of  Results. 

The  results  of  tests  for  mild  steel,  given  in  Table  III.,  are  plotted  in  Diagram  I., 
the  range  of  stress  being  taken  as  ordinate,  and  the  reversals  for  rupture  as  abscissa. 


-i — — ^ — — 3 — — i — — 7 

/fe)/ersACa  in  hundreds  of  thousands. 
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The  method  used  was  to  plot  all  the  results  of  a  set  of  tests  and  then  draw  a  cui-ve 
through  the  best  results,  that  is,  those  giving  the  greatest  number  of  reversals. 
These  are  indicated  by  the  small  circles  in  the  diagram.  To  prevent  confusion,  points 
lying  much  below  the  curves  are  not  shown. 

The  results  obtained  by  Wohler  and  Baker  were  plotted  on  the  same  scale  as 
Diagram  I.,  but  on  a  much  larger  sheet.  It  was  found  that  none  of  Baker's  and 
only  three  of  Wohler's  results  came  on  that  part  of  the  sheet  included  in  Diagram  II. 
The  three  points  corresponding  to  Wohler's  figures  will  be  found  on  the  diagram. 

The  results  chosen  from  Wohler's  experiments  were  those  carried  out  on  rotating 
bars  (steel  axles)  made  by  Messrs,  Vickebs,  Sons  &  Co.  The  tenacity  of  this  material 
ranged  from  26*3  to  29 '2  tons  per  square  inch,  and  the  percentage  extension  from 
15 '8  to  19 '5.  The  material  experimented  on  by  Baker  was  soft  steel  of  tensile 
strength  26*8  to  28*6  tons,  and  percentage  extension  28. 

The  results  of  Wohler  and  Baker  for  their  materials  are  given  in  the  following 
tables  : — 


Number  of  kir. 

Maximum  stress. 

Minimum  stress. 

Itaiige  of  stress. 



ItepetitiouE  before 
fracture. 

WOHLBB'S. 

63 

16-3 

-16-3 

32-6 

51,240 

64 

15-3 

15-3 

30-6 

72,940 

65 

14-3 

14-3 

28-6 

205,800 

66 

13-4 

13-4 

26-8 

278,740 

67 

12-4 

12-4 

24-8 

564,900 

68 

11-5 

11-5 

23-0 

3,275,860 

69 

10-5 

10-5 
Baker's. 

21-0 

8,660,000 
(Not  broken.) 

1 

161 

-16-1 

32-2 

40,510 

2 

161 

161 

32-2 

60,200 

3 

15-2 

15-2 

30-4 

68,400 

4 

15-2 

15-2 

30-4 

92,070 

5 

15-2 

15-2 

30-4 

107,415 

1                 6 

15-2 

15-2 

30-4 

128,650 

7 

16-2 

15-2 

30-4 

165,295 

8 

11-6 

11-6 

23-2 

14,876,432 

The  materials  used  by  Wohler  and  Baker  in  their  tests  given  above,  do  not 
correspond  very  well  with  that  used  in  the  tests  carried  out  by  the  author,  but  they 
are,  however,  the  only  results  which  could  be  reasonably  used  for  the  purposes  of 
comparison. 

It  appears  from  Diagram  I.  that  the  range  of  stress  for  a  definite  number  of 
reversals   diminishes   rapidly   as   the   periodicity   of  the  reversals   increases.      The 
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following  Table  has  been  deduced  from  Diagram  L,  and  shows  corresponding  values 
of  the  range  of  stress — for  rupture  at  one  million  revereals — and  speed. 

Mild  Steel. 


Range  of  stress  for 

Ratio  of  range  for 

rupture 

Reversals  per  minute. 

10**  reversals  to  yield 

with  10^  reversals. 

stress. 

25  (Baker) 

50  to  60 

— 

24  (WOHLER) 

60  to  80 

— 

20-9 

1337 

1-22 

20-1 

1428 

117 

19-2 

1516 

1-12 

18-1 

1656 

106 

15-2 

1744 

•89 

12-4 

1917 

•72 

The  author  does  not  consider  the  number  and  regularity  of  the  tests  on  wrought- 
iron  sufficient  to  enable  him  to  trace  the  curves  for  the  various  loads  used,  but 
wishes  to  point  out  that  the  results,  with  one  exception,  are  similar  to,  and  nearly  in 
agreement  with,  those  obtained  for  mild  steel.  The  exception  is  No.  15,  Table  IV. 
Finding  that  the  results  with  wrought-iron  were  not  coming  out  anything  like  so 
regular  as  in  the  case  of  the  mild  steel  specimens,  and  as  the  time  for  the  completion 
of  the  work  was  limited^  more  attention  was  paid  to  the  cast-steel  specunens  in  the 
hope  (which  was  realised)  of  obtaining  more  uniformity. 

The  results  of  the  tests  for  cast-steel  are  plotted  on  Diagram  II.  They  show  the 
same  lowering  of  the  range  of  stress,  for  any  fixed  number  of  reversals  for  rupture 
as  the  speed  is  increased.  The  material  experimented  upon  by  Wohler  which 
corresponds  most  nearly  to  the  cast-steel  used  here  was  tool  steel  made  by 
Firth  and  Sons,  of  tensile  strength  55  tons,  and  extension  9'1  per  cent.  The  range 
for  one  million  reversals,  as  deduced  from  Wohler's  results,  is  30 '9  tons  per  square 
inch. 

Wohler's  results  are  for  bars  rotated  and  bent : — 


Number  of  test. 

i 

Maximum  stress. 

Minimum  stress. 

Range  of  stress. 

Number  of  repetitions 
for  rupture. 

1             70 
71 
72 
73 

17-2 
16-3 
15-3 
143 

-17-2 
163 
153 

34-4 
32-6 
30-6 
28-6 

370,975 

694,450 

233,700 

1,528,550 

It  should  be  noticed  that  in  these  results  of  Wohler,  the  rate  of  change  of 
reversals  witli  range  of  stress  was  Jiaite  at  the  point  corresponding  to  one  million 
reveiTsals  for  rupture.     This  shows  that  what  is  understood  as  the  limiting  range  was 
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not  by  any  means  nearly  approached.  Diagram  II.  shows  that  in  these  experiments 
(Table  V.)  the  limiting  range  for  cast-steel  was  approached  very  rapidly  as  the  speed 
was  diminished. 

It  is  almost  impossible  to  compare  the  results  obtained  here  with  those  given  by 
Baker,  bs  the  total  reversals  in  his  case  were  limited  to  less  than  half-a-million. 


/iesmrseLCs  in  hundreds  of  thousands. 


Baker's  results  for  "  fine  drift  steel,"  of  tensile  strength  54  tons,  elongation  14  per 
cent.,  are  as  follows  : — 


Number. 

Maximum  stress. 

Minimum  stress. 

Range  of  stress. 
59-8 

Reversals  for  rupture. 

9 

29-9 

-29-9 

5,760 

10 

29-1 

291 

58-2 

7,560 

11 

23-9 

23-9 

47-8 

14,600 

12 

23-9 

23-9 

47-8 

16,300 

13 

20-8 

20-8 

41-6 

26,100 

14 

22-8 

22-8 

45  fi 

32,445 

15 

18-1 

181 

36-2 

157,815 

16 

15-2 

15-2 

30-4 

472,500 
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The  range  of  stress  for  one  million  reversals,  which  these  tests  of  Baker  seem  to 
point  to,  lies  between  27  and  28  tons. 

Taking  the  results  given  in  Table  V.  along  with  those  of  Wohler  and  Baker,  we 
see  that  in  the  case  of  cast-steel  there  is  a  great  lowering  of  the  range  of  stress — for 
rupture  with  a  given  number  of  reversals — as  the  speed  is  increased. 

In  the  following  table  the  author's  results  are  added  to  those  of  Wohler  and 
Baker  in  order  to  show  the  relation  between  the  range  of  stress  and  the  reversals 
per  minute  for  rupture  with  one  million  reversals : — 

Cast  Steel. 


Range  of  stress  for 

rapture 
with  10»  reversals. 

Bevcrsals  per  miiinte. 

Batio  of  range  for 

10*  reversals  to  yield 

stress. 

30-9 
27-5 
20- 1 
18-3 
16-8 
131 

60  to  80  (WOHLER) 

50  to  60  (Baker) 
1320 
1660 
1820 
1990 

•50 
•46 

•42 

•33 

In  the  case  of  cast-iron  the  range  of  stress  for  one  million  reversals  obtained  in  the 
author's  experiments  is  approximately  5*5  tons  at  1300  revolutions  per  minute. 
Wohler  obtained  478  tons  as  the  range  for  one  million  reversals  for  bars  subjected 
to  repeated  tensions,  the  limits  being  0  and  478  tons;  if  we  assume  that  cast-iron 
behaves  in  the  same  general  way  as  wrought-iron  and  steel,  Wohler's  limit  would 
have  been  much  greater  if  the  stress  range  had  been  between  equal  and  opposite 
limits,  pointing  possibly  to  the  same  lowering  of  the  range  as  the  speed  increases. 

It  is,  therefore,  impossible,  in  the  case  of  cast-iron,  to  say  definitely  whether  the 
range  is  diminished  as  with  the  other  metals  experimented  upon. 

Conclusion. 

There  are  many  points  which  the  author  would  have  liked  to  investigate,  but  was 
unable  to  owing  to  the  great  amount  of  time  which  would  be  required.  The  only 
satisfactory  method  of  procedure  with  experiments  of  the  kind  dealt  with  in  this 
paper  is  to  carry  out  a  large  number  of  tests  bearing  upon  any  particular  point,  in 
order  to  eliminate  the  effects  of  irregularities  or  inequalities  of  the  materials  of  which 
the  specimens  are  composed.  It  is  only  in  this  way  that  one  can  be  certain  of 
avoiding  the  inclusion  of  anomalous  results  among  those  fi'om  which  the  deductions 
are  made. 

A  little  time  had  been  spent  on  the  effect  of  annealing  specimens  after  subjecting 
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them  to  a  number  of  reversals.  The  author  refrains  from  pubKshing  the  results, 
which  he  considers  not  sufficient  to  establish  anything  definite,  since  they  vary  a 
great  deal ;  but  desires  to  mention  that  the  eflfect  of  such  annealing  appeared  in 
general  to  shorten  the  life  of  the  specimen  and  not  to  restore  it,  as  is  usually 
supposed. 

As  mentioned  early  in  this  paper,  complete  statical  tests  of  specimens  of  size  shown 
in  fig.  3,  could  not  be  performed,  since  extensions  could  not  be  measured ;  moreover, 
as  the  100-ton  testing  machine  had  to  be  used,  the  measurements  were  not  too 
delicate.  However,  two  specimens  which  had  been  subjected  to  reversals,  and  must 
have  been  nearly  on  the  point  of  fracture,  showed  a  distinctly  greater  maximum  stress 
than  the  unused  specitnens. 

The  author  desires  to  thank  Professor  Osborne  Reynolds,  to  whom  he  is  indebted 
for  many  suggestions  and  much  valuable  advice  and  criticism  during  the  progress  of 
the  work,  and  also  for  the  facilities  which  he  aflforded  for  the  carrying  on  of  the 
experimental  work. 
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V.  The  Mechanism  of  the  Electnc  Arc. 
By  {Mrs.)  Hertha  Ayrton. 

Communicated  by  Professor  J.  Perry,  F.R.S. 
Seceived  June  5,  1901— Bead  June  20, 1901. 

Ever  since  the  first  discovery  of  the  Electric  Arc,  nearly  100  years  ago,  the  secret 
of  its  mechanism  has  been  one  of  the  most  fascinating  mysteries  of  science.  To 
account  for  its  abnormally  high  temperature,  and  for  the  fact  that  a  higher  P.D.  is 
required  to  send  a  sriiall  current  than  a  large  one  through  it,  the  arc  has  been 
endowed  with  unique  properties,  such  as  a  back  E.M.F.  of  many  volts,  and  even  a 
negative  resistance.  The  measurement  of  this  resistance  alone  has  been  the  object 
of  a  large  number  of  experiments,  made  under  all  conceivable  conditions. 

The  object  of  the  present  paper  is  to  see  how  far  this  peculiar  behaviour  of  the 
arc  might  have  been  logically  predicted  from  the  known  conditions  of  its  existence, 
viz.,  that  it  is  a  gap  in  a  circuit,  fiimishing  its  own  conductor  by  the  evaporation  of 
its  own  material ;  and  to  show  that  it  is  quite  unnecessary  to  invoke  the  aid  of  a 
negative  resistance,  or  even  of  a  large  back  E.M.F.,  to  account  for  this  behaviour. 

What  happens  on  making  the  Gap. 

The  usual  explanation  given  for  the  formation  of  a  spark  or  flash,  on  opening  an 
electric  circuit,  is  that  it  is  caused  by  self-induction.  The  interesting  question 
therefore  arises,  could  an  arc  be  struck  and  maintained  if  there  were  no  self- 
induction  whatever  in  the  circuit  ?  I  think  it  could.  For  the  surfiw^es  of  all  solids 
are  irregular,  and  therefore  all  parts  of  the  carbons  cannot  be  separated  at  the  same 
instant.  The  parts  that  remain  in  contact  will  still  conduct  the  current,  but  the 
fewer  of  them  that  remain  the  greater  will  be  their  resistance.  The  heat  caused  by 
this  resistance  must,  at  last,  be  great  enough  to  volatilise  the  carbon  at  the  remaining 
points  of  contact,  and,  by  the  time  that  no  part  of  one  carbon  is  touching  any  part 
of  the  other,  the  small  gap  will  be  full  of  carbon  vapour.  [As  the.  carbon  points  at 
each  junction  must  volatilise  as  soon  as  they  are  hot  enough  to  do  so,  this  vapour  will 
be  given  off  at  a  constant  temperature,  viz.,  the  lowest  at  which  carbon  can  volatilise. 
—March  23,  1902.] 
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To  explain  the  further  formation  of  the  arc,  we  must  remember  that  when  the 
carbons  are  separated  still  more  all  the  material  in  the  gap  cannot  retain  its  high 
temperature.  The  access  of  the  cold  air  must,  I  consider,  turn  some  of  the  vapour 
into  carbon  mist  or  fog  as  distinct  from  carbon  vapour,  just  as  the  steam  issuing  from 
a  kettle  is  turned  into  visible  mist  at  a  short  distance  from  its  mouth.  The  interior 
globular  portion  A  (fig.  1),  which  is  purple  in  the  image  of  the  arc,  is,  I  suggest, 
composed  of  such  carbon  mist,  while  there   is   an   indication  of  a  space  between 


Fig.  1.    Enlarged  image  of  arc  and  carbons  with  positive  carbon  on  top.    A  A,  purple  mist, 

BB^  shadow,  CC,  green  flame. 

this  mist  and  the  positive  carbon  which  is  occupied,  I  believe,  by  a  thin  film  of  true 
carbon  vapour. 

Next  the  dissimilar  action  of  the  poles,  met  with  in  so  many  electric  phenomena, 
begins.  Instead  of  both  poles  volatilising,  so  that  there  is  a  thin  layer  of  carbon 
vapour  over  each  with  a  mass  of  carbon  mist  between  them,  the  positive  pole  alone 
volatilises,  while  the  negative  appears  simply  to  burn  away. 

Besides  the  film  of  vapour  and  the  bulb  of  mist,  other  volatile  materials  must  go 
to  make  up  the  whole  substance  of  the  arc.  For  the  surrounding  air  must  not  only 
cool  the  carbon  vapour,  but  it  must  unite  chemically  with  a  certain  thickness  of  the 
mist,  thus  forming  a  sheath  of  burning  gases  surrounding  both  vapour  and  mist,  and 
even  portions  of  the  solid  carbons  themselves.  This  sheath  of  gases,  which  is  of  a 
brilliant  green  colour  with  solid  carbons,  may  be  seen  at  C  (fig.  1),  while  jB,  the 
shadow  between  it  and  the  mist,  probably  indicates  where  the  two  mingle.     There 
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must  be  three  sorts  of  material  in  the  gap,  therefore,  mailing  the  three  stages 
through  which  the  vapour  is  continually  passing. 

1.  It  starts  as  a  thin  film  of  carbon  vapour  spread  over  the  end  of  the  positive 

carbon. 

2.  It  then  changes  into  the  mist  that  lies  between  this  vapour  film  and  the 

negative  carbon. 

3.  Finally  it  burns  and  forms  a  sheath  of   burning  gases  which  encloses  not 

only  the  fresh  vapour  and  mist,  but  also  the  ends  of  the  solid   carbons 
themselves. 


The  Condiicting  Power  of  the  Vapour,  Mist,  and  Flame, 

The  specific  resistances  of  true  vapours  have  been  shown  to  be  high,  therefore 
I  conclude  that  the  film  over  the  end  of  the  positive  carbon  has  a  high  resistance, 
even  though  it  be  very  thin.  The  mist,  on  the  contrary,  is  composed,  I  think,  of 
minute  solid  particles  of  carbon,  and  must,  therefore,  I  anticipate,  have  a  lower 
specific  resistance.  My  experiments  pn  the  flame  have  shown,  on  the  other  hand, 
that  its  specific  resistance  is  so  high,  compared  with  that  of  the  inner  purple  mist, 
that  it  is  relatively  an  insulator,  a  result  confirming  that  obtained  by  Luggin*  in 
1889.  The  current,  therefore,  flows  through  the  vapour  and  the  mist,  and  practically 
not  at  all  through  the  sheath  of  burning  gases. 


The  Production  of  the  High  Temperature  at  the  Crater. 

To  explain  the  great  production  of  heat  at  the  end  of  the  positive  carbon,  as  well 
as  the  sudden  change  of  potential  that  is  known  to  exist  there,  it  has  been  supposed 
that  a  back  E.M.F.  of  some  35  to  40  volts  existed  at  the  junction  of  the  crater  and 
the  arc.  But  if ,  as  I  suggest,  there  be  a  high  resisting  vapour  film  in  contact  with 
the  crater,  the  current  passing  through  this  must  generate  much  heat,  and  this  heat 
is  utilised  mainly  in  continuously  forming  fresh  carbon  vapour,  at  the  lowest  tem- 
perature at  which  carbon  will  volatilise — to  be  itself  turned  into  mist,  and  then  into 
flame.  Hence  it  seems  probable  that  the  high  and  constant  temperature  of  the  crater 
is  kept  up  by  the  current  flowing,  not  against  a  back  E.M.F.,  but  through  the  resistance 
of  a  thin  vapour  film  of  constant  temperature  lying  over  the  surface  of  the  crater. 
In  other  words,  it  is  not  the  crater  itself  tliat  is  the  source  of  the  heat  of  the  arc,  hut 
a  thinJUm  of  carbon  vapour^  at  constant  temperature,  in  intimate  contact  loith  it. 


«  ( 
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Why  the  End  of  the  Positive  Carbon  has  its  Particular  Shape. 

As  only  the  part  of  the  positive  carbon  that  is  in  actual  contact  with  the  vapour 
film  can  be  at  the  temperature  of  volatilisation,  evaporation  can  only  take  place  at 
that  surface,  and  hence  I  suggest  that,  unless  the  vapour  film  is  as  large  as  the  whole 
cross-section  of  the  positive  carbon,  it  must  dig  down  into  the  carbon  and  leave  the 
surrounding  parts  unvolatilised,  i.e.,  the  part  of  the  positive  carbon  against  which  the 
film  rests  must  become  concave.  These  surrounding  parts,  however,  are  heated 
sufficiently  by  conduction  from  the  evaporating  surface  and  by  the  hot  gases 
surrounding  them  to  burn  away,  and  so  there  must  be  a  race  between  volatilisation 
of  the  centre  portion  and  burning  away  of  the  edges,  which  must,  in  all  cases, 
determine  the  shape  of  the  surface  of  volatilisation.  When,  all  other  things  being 
equal,  the  gap  between  the  carbons  is  small,  so  that  the  end  surface  of  each  carbon  is 
well  protected  from  the  air,  volatilisation  will  gain  over  burning  and  the  pit  may 
become  very  deep.  When,  on  the  other  hand,  the  gap  is  large,  so  that  the  air  cs^n 
easily  reach  all  parts  of  the  carbon  except  that  actually  covered  by  vapour,  these 
parts  may  burn  away  as  fast  as,  or  even  faster  than  the  inner  portion  is  volatilised, 
and  in  that  case  the  surface  of  volatilisation  will  be  flat,  or  even  slightly  convex. 
It  is  evident,  therefore,  that  this  surface  cannot,  from  the  very  nature  of  things,  help 
being  concave  when  the  distance  between  the  carbons  is  short,  and  flat  or  convex 
when  it  is  long.  And  this  is  true,  whether  the  volatilisation  is  due  solely  to  a  large 
back  E.M.F.,  as  some  have  supposed,  or  to  the  resistance  of  a  thin  film  of  carbon 
vapour,  as  I  have  suggested,  or  partly  to  one  and  partly  to  the  other. 

When  only  a  small  bit  of  the  end  of  the  positive  carbon  is  being  volatilised,  the 
outer  edge  of  the  carbon  will  not  be  made  hot  enough  to  burn,  and  the  tip  will  remain 
relatively  blunt.  When,  on  the  contrary,  the  area  of  volatilisation  is  large,  the  edge 
of  the  carbon  will  be  burnt  away  and  a  long  tapering  end  will  be  formed,  terminating 
in  the  surface  of  volatilisation.  Further,  the  shorter  the  arc,  the  less  easily  will  the 
heat  be  able  to  escape  from  between  the  carbons,  so  that  the  more  remains  in  them 
to  produce  burning,  and,  consequently,  the  longer  must  be  the  tapering  part. 
Experience  shows  these  conclusions  to  be  true. 

Why  the  End  of  the  Negative  Carbon  assumes  its  Particular  Shape. 

The  negative  carbon  is  shaped  entirely  by  burning  away ;  the  heat  that  raises  it  to 
burning  temperature  being  furnished  partly  by  the  mist  that  touches  it,  and  partly 
by  radiation  from  the  vapour  film  lying  against  the  positive  carbon.  The  part  that 
the  mist  rests  on  is  protected  by  it  from  the  action  of  the  air,  and  does  not,  therefore, 
burn  away.  At  the  same  time  this  part  must  be  hotter  than  the  remainder  of  the 
carbon,  and  so  the  portion  of  the  carbon  near  it  bums  away  more  readily  than  the 
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rest,  leaving  a  mist-covered  tip  which  is  longer  and  slenderer,  because  its  sides  are 
hotter  and  bum  away  more  readily,  the  larger  the 
crater  and  the  shorter  the  arc. 

Hence,  with  a  small  crater  and  a  long  arc,  the  nega- 
tive carbon  remains  fairly  flat,  as  in  a,  (fig.  2) ;  whereas, 
a^  the  crater  becomes  larger,  its  action  alone  shapes  the 
negative  carbon  as  dotted  in  6,  (fig.  2),  and  the  extra 
heating  due  to  the  mist  combined  with  the  protection 
which  the  mist  oflfers  as  shown  in  the  full  line.  With 
a  short  arc,  on  the  contrary,  a  small  crater  alone  would 
produce  an  end  as  dotted  in  c,  (fig.  2),  while  the  com- 
bined effect  of  the  crater  and  mist  produce  the  end 
outlined  by  the  full  line.  Finally,  with  a  large  crater  Fig.  2.  Negative  carbons,  a,  long 
and  a  short  arc,  the  crater  alone  would  produce  an  end  ^^^>  ^™*"  ^^^^^>  ^'  long  arc,  large 
as  dotted  in  d,  (fig.  2),  while  the  crater  and  mist 
together  would  shape  the  negative  carbon  as  given  by 
the  fiiU  line  in  d.  Experience  shows  that  the  negative  carbon  does  shape  itself  in 
this  way  under  the  various  conditions. 


crater ;  c,  short  arc,  small  crater ; 
dy  short  arc,  large  crater. 


Why  the  Area  of  the  Crater  is  not  Directly  Proportional  to  the  Current^  hut 
Depends  also  on  the  Length  of  the  Arc, 

Suppose  that  the  current  and  the  distance  between  the  ends  of  the  carbons  have 
been  kept  con^ant  long  enough  for  all  the  conditions  of  the  arc  to  have  become 
steady,  so  that  it  is  "  normal"  and  that  then  the  resistance  in  the  outside  circuit  is 
suddenly  diminished.  At  the  first  instant  the  P.D.  between  the  carbons  must  be 
increased,  a  larger  current  will  have  to  flow  through  a  vapour  film  of  the  old 
dimensions,  and  consequently  the  heat  developed  in  it  per  second  will  increase.  The 
temperature  of  the  existing  vapour  film  cannot  rise,  because  there  is  no  increase  of 
pressure,  consequently  it  must  expand,  and  spread  over  a  larger  area  of  solid  carbon. 
The  moment  the  film  had  expanded  in  the  slightest  degree,  it  would  begin  volatilising 
carbon  fi?om  a  part  of  the  surface  hitherto  inactive,  and  thus  a  larger  quantity  of 
vapour  per  second  would  be  volatilised.  At  the  next  instant,  therefore,  the  quantity 
of  carbon  volatilised  per  second  would  have  increased,  and  the  resistance  of  the  vapour 
film  would  have  become  lower,  and  its  tendency  to  expand  would,  therefore,  be 
diminished  on  both  accounts.  Thus,  at  each  instant  after  the  change  of  current  the 
volatilising  surface  would  increase,  but  more  and  more  slowly,  till  its  area  was  such 
that  the  heat  developed  per  second  in  the  vapour  film  only  just  sufficed,  after  all 
losses  from  conduction,  &c.,  to  keep  up  the  volatilisation.  After  that,  the  vapour 
film  would  cease  to  expand,  and  the  surface  of  volatilisation  would  have  reached  its 
maximum  area  for  the  new  current. 
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The  vapour  film,  besides  radiating  heat  in  all  directions  from  its  free  surface,  must 
lose  a  certain  extra  amount  of  heat  all  round  its  edges  by  conduction  through  a  ring 
of  the  solid  carbon  that  it  does  not  actually  touch.  The  heat  thus  lost  must  be 
subtracted  from  the  edges  of  the  part  of  the  solid  carbon  that  the  vapour  film 
does  touch,  and  this  part  -will,  therefore,  be  just  helow  the  temperature  of 
volatilisation,  as  will  also  the  small  ring  of  solid  carbon  outside  the  vapour  film. 
Suppose,  for  instance,  that  the  full  line  in  fig.  3  is  the  part  of  the  positive 
carbon  that  is  in  contact  with  the  vapour  film,  then  the  inner  dotted  line  will 
enclose  the  area  that  is  actually  volatilising  fresh  carbon,  and  the 
space  between  the  two  dotted  circles  will  be  at  a  temperature 
just  below  that  of  volatilisation,  because  the  conduction  of  heat 
from  the  edges  of  the  vapour  film  will  bring  the  outer  circle 
up  and  the  inner  circle  down  to  a  temperature  a  little  below 
that  of  the  vapour  film  itself.  The  slightly  lower  temperature 
of  the  space  between  the  dotted  circles  would  make  it  perhaps 
a  little  less  brilliant  than  the  volatilising  surface,  but  it  would  still 
be  very  much  more  brilliant  than  the  remainder  of  the  positive  cS.rbon,  so  that  it 
must  form  the  outer  circle'  of  what  we  are  accustomed  to  call  the  crater,  viz.,  the 
most  brilliantly  white  part  of  that  carbon.  The  area  of  the  crater  is  thus  rather 
larger  than  the  cross-section  of  the  vapour  film,  while  the  actively  volatilising  surface 
is  slightly  smaller. 

When  the  carbon  vapour  proceeds  from  a  given  area,  the  cross-section  of  the 
vapour  film  will  be  greater  the  more  it  is  protected  from  the  cold  outer  air  by  the 
end  of  the  positive  carbon.     If,  for  instance,  AB,  fig.  4,  were  the  diameter  of  the 


Fig.  3. 


Fig.  4.     Positive  carbons  having  the  same  area  of  volatilisation. 

C'AlBD'  with  a  short  arc. 


CABD  with  a  long  arc. 


volatilising  surface,  the  cross-section  of  the  vapour  film  would  be  greater  if  the  end 
of  the  carbon  were  CD,  than  if  it  were  CD',  or,  since  the  end  of  the  positive  carbon 
is  thicker  the  longer  the  arc,  the  cross-section  of  the  vapour  Jilm  is  greater  the  longer 
the  arc.  This  film  will  also  be  able  to  keep  a  larger  ring  of  solid  carbon  at  a 
temperature  just  below  the  lowest  at  which  volatilisation  can  take  place,  when  the 
end  of  the  carbon  is  CD,  than  when  it  is  CD',  therefore  the  whole  space  that  is  just 
below  the  lowest  temperature  of  volatilisation,  ?.e.,  that  included  between  the  dotted 
circles  in  fig.  3,  will  be  greater  with  a  long  arc  than  with  a  short  one,  when  the 
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surface  of  volatilisation  is  the  same  in  each  case.  In  other  words,  the  area  of  the 
crater  increases  with  the  length  of  the  arc  with  a  given  surface  of  volatilisation. 
Now,  I  shall  show  presently  that,  in  the  normal  state  of  the  arc,  the  area  of  the 
volatilising  surface  is  directly  proportional  to  the  current,  but  is  independent  of  the 
length  of  the  arc ;  it  follows,  therefore,  that  with  a  given  constant  current  the  area 
of  the  crater  increases  with  the  length  of  the  arc,  as  I  have  found  it  to  do  by  actual 
measurement.* 

The  area  of  the  crater,  then,  if  we  define  it  as  that  part  of  the  positive  carbon 
that  is  far  brighter  than  the  rest,  is  not  a  function  of  the  current  only,  as  has 
hitherto  been  aflSrmed.  It  is  a  function  of  the  current,  the  length  of  the  arc,  and, 
until  the  arc  has  become  normal  after  any  changes  have  occurred  in  the  length  or 
the  current,  of  the  time  after  the  change  was  made.  The  cross-section  of  the  vapour 
film,  on  the  other  hand,  is  proportional  to  the  current,  as  we  shall  now  see. 

The  Film  of  Vapour  in  Contact  with  the  Positive  Carbon  acts  like  a  Bach  E.M.F. 

Let  a  be  that  area  of  the  film  that  uses  its  heat  in  volatilising  jfresh  carbon,  and 
let  X  be  the  part  of  which  the  heat  is  lost  by  conduction,  radiation,  &c.  Then  the 
whole  area  of  the  film  is  a  +  ^j  and  its  resistance,  if  we  consider  the  thickness  of  the 

film  to  be  constant,  is  —^ — ->  where  p  is  a  constant.     The  heat  generated  per  second  in 

the  film  varies  as and,  of  this,  only  — '■ —  is  used  in  volatilisation. 

a  +  0^  ^  a  -\-  X 

The  quantity  of  carbon  volatilised  per  second  is,  therefore,  proportional  to 

a         vA?  cupA? 

-  »  or  j--^ — rr  • 

a  -\-  X    a  -\-  X  (a  +  xf 

But,  therefore,  since  the  temperature  at  which  volatilisation  is  taking  place  is 
a  constant  one,  viz.,  the  lowest  possible,  the  quantity  of  carbon  volatilised  per  second 
must  be  proportional  to  the  area  of  the  surface  fi'om  which  it  is  volatilised,  ?.e.,  to  a. 

i?fl^A. 
qa  =  y- — -  '  where  q  is  constant, 
^  {a  -{-xf  ^ 

That  \s,  a  +  X,  the  area  of  the  vapour  film,  is  proportional  to  A,  the  current. 

Again,  fi-om  the  above, 

a  +  X A^ 

p      ~'(a-^x)q' 


but 
therefore 


a  -f  A'        1 


where  /  is  the  resistance  of  the  film. 


/=^-* (». 


*  '  The  Electric  Arc,'  p.  154. 
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Or,  since  a  +  a;  is  proportional  to  A, 

/=i  • w. 

where  k  is  constant ;  that  is,  A/,  the  P.D.  used  in  sending  the  current  through  the 
vapour  fihn,  is  constant. 

Hence,  no  back  E.M.F.  at  the  crater  is  necessary  to  account  for  the  great  fall  of 
potential  between  it  and  the  arc,  for  the  film  of  high  resistance  vapour,  whose 
existence  I  have  suggested,  could  cause  the  P.D.  between  the  positive  carbon  and 
the  arc  to  remain  constant,  exactly  as  if  this  junction  were  the  seat  of  a  back  E.M.F. 

Tlie  Apparent  Negative  Resistance  of  the  Arc  is  caused  by  the  True  Positive 
Resistance  diminishing  more  rapidly  than  the  Current  Increases. 

It  has  been  mentioned  (p.  301)  that  the  specific  resistance  of  the  green  flame  is  so 
high  as  to  make  it,  to  all  intents  and  purposes,  an  insulator,  so  that  nearly  the  whole 
of  the  current  flows  through  the  mist.  It  follows,  therefore,  that  the  resistance  of 
an  arc  of  given  length  must  depend  (apart  from  the  resistance  of  the  vapour  film) 
simply  on  the  cross-section  of  the  carbon  mist,  which,  as  it  appears  purple  in  the 
image  of  the  arc,  can  easily  be  measured.  To  see  how  this  cross-section  varies  when 
the  current  is  increased  while  the  length  of  the  arc  is  kept  constant,  I  have  drawn, 
in  fig.  5,  diagrams  traced  from  actual  images,  after  the  arc  had  been  burning  long 
enough  with  each  current  and  length  for  the  P.D.  between  the  carbons  to  have 
become  quite  constant,  great  care  having  been  taken  to  trace  as  accurately  as  possible 
the  exact  limits  of  the  purple  centre  and  the  green  outer  flame. 

The  resistance  of  the  carbon  mist  (as  distinct  from  that  of  the  vapour  film)  may  be 
defined,  practically,  as  being  the  resistance  of  that  portion  of  the  mist  that  lies 
between  the  parallel  planes  passing  through  the  mouth  of  the  crater  and  the  tip  of 
the  negative  carbon. 

The  mean  cross-section  of  the  mist  D^,  given  in  column  3  of  Table  I.,  has  been 
obtained  by  taking  the  means  of  the  squares  of  the  three  lengths  AB,  CD,  and  EF. 
The  next  column,  giving  the  ratio  of  D'-^  to  the  current  A,  shows  that  the  cross-section 
of  the  mist  increases  more  rapidly  than  the  current.  Column  5  gives  numbers  pro- 
portional to  the  resistance  of  the  mist,  while  columns  6  and  7  contain  numbens 
proportional  to  the  power  spent  in  the  mist,  as  obtained  from  these  experiments  and 
from  the  equation  to  be  subsequently  referred  to. 

The  mist  carries  practically  the  whole  of  the  current,  and,  since  D"  increases  more 
rapidly  than  A  (column  4),  it  follows  that  in  the  normal  arc  the  resistance' of  the  mist 
diminishes  more  rapidly  than  the  current  increases.  But  equation  (2)  above  shows 
that  the.  resistance  of  the  vapour  film  varies  inversely  as  the  current.     Hence,  with 
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solid  carbons^  the  whole  re^stance  of  the  normal  arc  diminishes  more  rapidly  than  the 
current  increases,  and  consequently  the  P.D.  must  diminish  as  the  current  increases. 
Thus,  if,  in  the  normal  arc,  SV  be  a  change  made  in  V,  and  8A  be  the  corresponding 


Fig.  5.     Diagram  of  2-millim.  normal  arc  between  solid  carbons,  positive  18  millims.  and 

negative  15  millims.  in  diameter. 

SY 
change  produced  in  the  current,  jr ,  has  a  negative  value,  even  although  the  resistance 

of  the  arc  is  positive,  simply  because  that  resistance   diminishes   faster  than   the 
current  increases,  and  vice  versd. 


2  B  2 
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Table  L — ^Mean  Squares  of  Diameters  of  Mist  with  Correspondiiig  CurrentB  A,  and 

Potential    Differences    V,    between   the   Carbons.      Numbers    proportional    to 

Resistances  of  Mist  (Column  5),  and  Powers  Expended  in  Mist  (Column  6). 

Normal  Arc. 

Constant  Length  of  Arc  =  2  miUims. 

Solid  Carbons,  Positive  11  millims.,  and  Negative  9  millims.,  in  diameter. 


1. 

2. 

3. 

4. 

5. 

6. 

7. 

1 

A2 

A^ 

A. 

V. 

D«. 

D°- 
A' 

1 

From 

From 

Experiment. 

Equation. 

4 

51-7 

4-8 

1-20 

0-208 

3-33 

3-4 

6 

490 

9-8 

1-63 

0  102 

3-67 

3-68 

8 

480 

16-2 

2  02 

0  061 

3-95 

3-95 

10 

470 

23-4 

2-34 

0  043 

4-27 

4-22 

12 

45-7 

34-9 

2-91 

0  029 

413 

4-49 

U 

451 

41-2 

2-94 

0  024 

4-76 

4-76 

I'here  is  Nothing  to  show  that  the  P.D.  between  the  Carbons  Divided  by  the  Current 

is  not  the  True  Resistance  of  the  Arc. 

Fig.  6  shows  that  the  curve  connecting  the  values  of  A^D^  given  in  the  sixth 
column  of  Table  I.,  with  those  of  the  current  given  in  the  first  column,  is  a  straight 
line  having  the  equation 

AVD2  =  0-136  A  +  2-86. 


Current   In   Ampered. 

Fig.  6.     Curve  connecting  the  power  expended  in  the  arc  mist  with  the  current.    Solid  carbons, 
1 1  millims.  and  9  millims.  in  diameter.    Length  of  arc,  2  millims. 

Hence,  for  a  normal  arc  of  given  length,  the  power  expended  in  the  carbon  mist  is 
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proportional  to  a  constant  plus  a  term  which  varies  directly  with  the .  current. 
Dividing  by  A*,  we  obtain  m,  the  resistance  of  the  mist, 

0136    ,    2-86 
"*  =  ~A     +'A«' 

Combining  this  withy)  the  resistance  of  the  vapour  fihn  on  p.  306,  we  have  for  the 
total  resistance  of  the  normal  arc  an  expression  of  the  form 

But  I  have  shown*  that  an  equation  of  the  form 

V  =  a  +  W  +  4^ 

exactly  fits  not  only  all  the  numerous  measurements  that  I  have  myself  made  ot 
simultaneous  values  of  the  RD.  between  the  carbons,  the  current,  and  the  length  of 
the  arc,  but  also  all  the  similar  experiments  made  by  other  observers  when  both 
carbons  are  solid.     When  I,  the  length  of  the  arc,  is  constant,  this  equation  becomes 

where  y  and  8  are  constanta  Hence,  dividing  by  A,  we  have,  for  the  total  apparent 
resistance  of  an  arc, 

^  ~  A  "*"  A«  ' 

Thus,  by  considering  only  the  way  in  which  the  resistances  of  the  vapour  film  and 
of  the  carbon  mist  respectively  must  vary  with  the  current,  we  arrive  at  an  equation 
for  the  resistance  of  exactly  the  same  form  as  is  obtained  by  dividing  by  the  current 
the  values  found  experimentally  for  the  P.D.  between  the  carbons.  So  that  instead 
of  an  arc  consisting  of  a  circuit  of  low  resistance  combined  with  a  back  E.M.F.,  it  may 
well  be  that  its  apparent  resistance,  i.e.,  the  ratio  of  V  to  A,  is  its  true  resistance ; 
or  it  may  be  that,  if  there  is  any  back  E.M.F.  at  all,  it  is  very  much  smaller  than  has 
hitherto  been  supposed. 

Both  the  Resistance  of  the  Arc  aiid  the  P.D.  between  the  Carbons  depend  not  only  on 
the  Current  and  the  Lengthy  but  also  on  How  Lately  a  Change  has  been  made  in 
Either  and  on  What  that  Change  was. 

The  whole  resistance  of  the  arc  depends  on  the  cross-sections  of  the  vapour  film 
and  the  mist,  and  on  the  distance  between  the  carbona     Now  I  have  shown  that 

♦  *  The  Electric  Arc,'  p.  186. 
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when  the  P.D.  between  the  carbons  is  changed — increased,  say — the  Jlrf;t  result  must 
be  an  increase  of  current,  while  the  second  is  a  corresponding  increase  in  the  cross- 
sections  of  the  vapour  film  and  the  mist,  causing  a  diminution  of  the  resistance,  and, 
consequently,  of  the  P.D.  between  the  carbons.  Thirdly,  if  the  new  current  is  kept 
constant  long  enough,  the  end  of  the  negative  carbon  burns  away  to  a  longer 
slenderer  point,  allowing  more  of  the  mist  to  escape,  so  that  it  takes  a  smaller  cross- 
section,  and,  consequently,  both  the  resistance  and  the  P.D.  increase  again,  although 
they  never  reach  such  high  values  as  they  had  with  the  smaller  current. 

Fig.  7  is  useful  as  showing  at  a  glance  how  the  resistance  and  the  P.D.  depend 
upon  the  time  that  has  elapsed  after  a  change  of  current.     When  the  arc  is  normal," 
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Time. 
Fig.  7.    Suggested  simultaneous  time-changes  of  P.D.,  current  and  resistance. 

in  the  first  instance,  A  B,  A'  B',  and  A"  B"  represent  the  curves  connecting  the  P.D., 
the  current,  and  the  true  resistance  of  the  arc  respectively  with  the  time.  When 
the  P.D.  is  increased  fi:om  B  to  C,  the  resistance  does  not  alter  at  the  first  instant, 
but  the  current  rises  to  C.  If  it  is  then  kept  constant  at  C,  the  surface  of  volatilisa- 
tion next  increases  in  area,  the  resistance  falls  to  D",  and  the  P.D.  consequently 
falls  to  D.  After  this  the  carbons  begin  to  grow  longer  points ;  the  cross-section  of 
the  mist  diminishes,  the  resistance,  therefore,  increases  to  E",  and  the  P.D.  with  it 
to  E.  The  arc  has  now  become  normal  again,  so  that  the  curves  are  all  now  parallel 
straight  lines,  the  current  higher  than  before,  and  the  P.D.  and  resistance  lower. 

Thus  any  alteration  that  is  made  and  maintained  in  the  arc  sets  up  a  series  of 
changes  in  its  resistance  and,  consequently,  in  the  P.D.  between  the  carbons,  that 
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cease  only  when  the  arc  becomes  normal  again.  In  other  words,  when  an  arc 
of  given  length,  with  a  given  current  flowing,  exists  between  given  carbons,  neither 
the  resistance  nor  the  P.D.  between  the  carbons  has  any  fixed  value,  except  when  the 
arc  is,  and  continues  to  be  normal.  In  all  other  cases  each  varies,  within  certain 
limits,  according  to  the  time  that  has  elapsed  since  either  the  current,  or  the  length 
was  altered,  and  according  to  what  change  was  then  made. 

That  the  P.D.  does  actually  undergo  alterations  of  the  kind  just  described,  after 
a  change  of  current,  is  evident  from  fig.  8,  the  curves  in  which  were  plotted  from 
actual  experiments  made  in  1893.  For  these  curves,  the  current  was  suddenly 
altered  when  the  arc  was  quite  normal,  and  was  then  kept  constant  at  the  new  value 
while  the  P.D.  continued  to  alter,  the  time  change  of  P.D.  being  noted.  The  first 
change  of  P.D. — the  rise  or  fall  that  must  have  instantaneously  accompanied  the 


Titne   in    Minutes. 


Fig.  8.     Experimental  curves  showing  simultaneous  time-changes  of  P.D.  and  current  with  a  constant 
length  of  arc  of  1  millim.     Solid  carbons,  18  millims.  and  15  millims.  in  diameter. 

change  of  current,  when  the  resistance  outside  the  arc  was  suddenly  diminished — 
was  too  quick  to  detect.  Indeed,  it  was  only  after  assisting  in  carrying  out  these 
experiments  that  it  occurred  to  me  that  we  ought  to  have  seen  it,  and  that,  on  trying, 
I  found  I  could  sometimes  detect  it  and  sometimes  not.* 

The  rapid  change  in  the  P.D.  while  the  area  of  the  crater  and  the  cross-section  of 
the  mist  were  altering,  is  very  marked,  however,  as  well  as  the  slow  rise  or  fall  of 
P.D.  accompanying  the  diminution  or  increase  in  the  cross-section  of  the  arc  due  to 
the  change  in  the  cross-section  of  the  carbon  ends. 

Why  Measurements  of  the  Resistance  of  the  Arc  made  under  the  same  Apparent 
Conditions  Differ  in  Value  and  even  in  Sign  with  Different  Expemnienters. 

The  dependence  of  the  resistance  of  the  arc  on  its  previous  history,  as  well  as  on 
the  actually  existent  length  and  current,  has  an  important  bearing  on  the  question 

*  It  is  only  when  the  carbons  are  cored  that  it  can  be  detected.     The  reason  will  be  explained  later. 
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of  measuring  the  resistance  by  means  of  a  small  superimposed  alternating  current. 
Such  a  method  has  been  employed  by  many  experimenters,  but  the  results  have 
not  shared  the  similarity  of  the  methods  ;  for  while  von  Lang  and  Arons  found,  in 
1887,  that  the  arc  had  a  positwe  resistance,  Messrs.  Frith  and  Rodgers,  in  1896, 
found  that  it  had  a  negative  one  with  solid  carbons. 

We  shall  now  see  the  reason  of  this  disparity,  and  first  it  may  be  well  to  recall 
shortly  the  reasoning  on  which  the  method  is  based. 

The  equation  V  =  E  +  A^'  may  be  taken  to  represent  the  connection  between  the 
P.D.  between  the  carbons,  the  current,  and  the  length  of  the  arc,  whether  it  has  a 
variable  E.M.F.,  a  constant  E.M.F.,  or  none  at  all.  For  in  the  first  case  E  will  be 
variable,  in  the  second  constant,  and  in  the  third  zero.  In  any  case  8V/SA  =  r, 
only  when  such  a  small  quick  change  is  made  in  V  and  A  that  neither  E  nor  r  is 
made  to  vary  by  it. 

Instead  of  a  single  small  quick  change  of  current,  the  experimenters  superimposed 
a  small  alternating  current  on  the  direct  current  of  the  arc,  and  measured  the  average 
value  of  8V/8A,  or  its  equivalent.  Obviously,  if  the  alternating  current  left,  the 
resistance  and  any  back  E.M.F.  that  might  exist  in  the  arc  unaffected,  this  was 
a  true  measure  of  the  resistance  of  the  arc.  But  if  the  alternating  current  changed 
both  or  either  of  these,  then  instead  of  being  equal  to  r,  we  should  have 

=  r  +  rr  +  A.  r^-  .     .     if  there  is  a  back  E.M.F.,  and  if  both   it   and  the 


SA  "^     ^  SA^       BA 


resistance  varied  with  the  alternating  current ; 


r-r  =  r  +  T7      •     •     •     •     if  there  is  a  back  E.M.F.,  and  if  it  alone  varied ; 
oA  cA 

=  r  +  A  — .     .     .     .     if  there  is  no  back  KM.F.,  or  if  the  resistance  alone 


SA""     ^       iA' 


varied. 


None  of  the  experimenters,  as  far  as  I  am  aware,  applied  any  but  a  few  imperfect 
tests  to  see  whether  the  alternating  currents  they  employed  affected  the  resistance 
of  the  arc  or  not,  and  it  was,  I  believe,  because  the  resistance  was  affected,  in  every 
case,  that  such  diverse  results  were  obtained.  The  low  frequency  of  the  alternations 
was  the  probable  source  of  error,  for  I  shall  now  show  that,  with  a  given  root  mean 
square  value  of  the  alternating  current,  the  average  value  of  SV/8A  varies  not  only 
in  magnitude,  but  even  in  sign,  with  the  frequency  of  that  current. 

Effect  of  the  Frequency  of  the  Superimposed  Alternating  Current  on  the 

Value  and  Sign  of  8V/8A. 

I  have  shown  (p.  310)  that  when  a  sudden  increase  of  the  current  is  made  and 
maintained  the  P.D.  has  three  successive  stages  of  variation.  It  first  rises  (BC,  fig.  7), 
then  falls  (CD),  then  rises  again  (DE),  but  not  so  high  as  before,  and  after  this  it 
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remains  constant.  In  dealing  with  a  superimposed  alternating  current  there  is,  of 
coui*se,  no  sudden  increase  and  diminution,  everything  is  gradual.  The  three  changes 
of  P.D.  do  not,  therefore,  act  separately — they  overlap.  At  any  moment,  for  instance, 
when  the  current  is  increasing  say,  the  increase  may  be  considered  due  to  the 
addition  of  successive  small  increments  of  current,  so  that  the  P.D.  has  a  tendency  to 
rise  on  account  of  the  last  added  increment  of  current,  to  fall  on  account  of  the 
diminution  of  resistance  due  to  the  last  but  one,  and  to  rise  on  account  of  the 
re-shaping  of  the  carbons  following  the  last  but  two.  If  the  frequency  of  the 
alternating  current  is  very  low  indeed,  so  that  the  current  changes  very  slowly,  all 
three  of  these  tendencies  wiU  be  in  force  at  each  moment,  and  the  actual  change 
of  P.D.  wiU  be  the  resultant  of  the  three.  If  the  frequency  is  so  high  that  the 
shapes  of  the  carbons  never  change  at  all,  but  so  low  that  the  area  of  the  volatilising 
surface  can  alter,  only  the  first  two  tendencies  will  be  operative;  while,  if  the 
frequency  is  so  high  that  the  area  of  the  volatilising  surface  remains  constant,  the 
resistance  of  the  arc  will  not  alter  at  all,  the  current  and  P.D.  will  increase  and 
diminish  together  and  proportionately,  and,  unless  the  arc  contains  a  variable  back 
E.M.F.,  5V/8A  will  measure  the  true  resistance  of  the  arc. 

The  influence  of  the  frequency  of  the  alternating  current  on  the  magnitude  and 
sign  of  SV/SA  is  traced  in  fig.  9.  PR  represents  the  time  occupied  by  one  complete 
alternation,  whatever  that  time  may  be.  If,  for  instance,  the  frequency  is  50  complete 
alternations  per  second,  PR  represents  one-fiftieth  of  a  second ;  if  the  frequency  is 
5000,  PR  represents  one-five  thousandth  of  a  second.  PSQTR  represents  the  time 
change  of  current  with  any  frequency.  When  the  alternations  are  so  slow  that  the 
arc  remains  normal,  the  change  of  P.D.,  8V,  for  a  given  small  change  of  current,  WS 
say,  is  the  resultant  of  three  such  changes  as  BC,  CD,  and  DE  (fig.  7),  and  it  is  in 
the  opposite  direction  from  the  change  of  current.  The  P.  D.  time  curve  is  something 
like  PXQYR  (fig.  9)  therefore,  and  8V/8A  is  the  mean  of  such  ratios  as  ZX/WS,  and 
is  therefore  negative. 

When  the  frequency  is  raised,  so  that  the  carbons  never  have  time  to  alter  their 
shapes  completely  before  the  current  changes,  the  third  variation,  DE,  (fig.  7,  p.  310) 
is  smaller  than  with  the  normal  arc,  so  that  SV  is  greater  negatively,  and  8V/8A 
must,  therefore,  have  a  larger  negative  value  than  when  the  arc  is  normal,  and  such 
a  curve  as  PXjQY^R  would  be  the  P.D.  time  curve  in  this  case. 

When  the  ffequency  was  so  high  that  the  carbons  never  altered  their  shapes  at 
all,  but  the  volatilising  surface  underwent  the  maximum  alteration,  the  third 
variation  (DE  fig.  7)  would  be  absent  altogether,  and  therefore  8V  would  undergo 
the  greatest  change  it  was  susceptible  of  in  the  opposite  direction  to  the  change  of 
current,  so  that  PXoQY^R  is  then  the  P.D.  time  curve,  and  8V/8A  has  then  its 
maximum  negative  value,  and  is  the  mean  of  such  ratios  as  ZgXg/WS. 

With  a  further  increase  of  frequency,  the  area  of  the  volatilising  surface  would 
never  have  time  to  change  completely,  so  that  8V  would  be  the  resultant  of  two 
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such  changes  as  BC  and  CF,  say,  (fig.  7)  only ;  8V/8A  would  therefore  have  a  smaller 
negative  value  than  with  the  lower  frequency  last  mentioned,  and  the  curve  denoting 
the  time  change  of  P.D.  might  again  be  PX^QYiR,  or  it  might  be  PX3QY3R,  if  the 
frequency  were  high  enough.  When  the  frequency  was  so  great  that  the  two  P.Ds., 
BC  and  CD  (fig.  7)  were  exactly  equal,  the  P.D.  would  not  alter  at  all  when  the 
current  was  changed,  8V/8A  would  be  zero,  and  the  straight  line  PQR  would  be  the 
time  change  of  P.D.  curve.  When  the  frequency  was  further  increased,  the  change 
of  P.D.  would  be  the  resultant  of  two  such  changes  as  BC,  CG  (fig.  7),  the  total  change 
of  P.D.  would  therefore  be  in  the  same  direction  as  the  change  of  current,  the  P.D. 


Time 

Fig  9.     Suggested  curves  connecting  current  and  P.D.  with  time  for  different  frequencies  of  the  same 
small  superimposed  alternating  current,  when  the  direct  current  and  length  of  the  arc  are  constant. 

time  curve  would  be  Uke  PX^QY.R,  and  8V/8A  would  be  +  Z^X^WS.  Finally, 
when  the  frequency  was  so  great  that  the  area  of  the  volatilising  surface  never 
altered  at  all,  the  change  of  P.D.  would  be  BC  (fig.  7)  alone,  the  P.D.  time  curve 
would  be  PX5QY5R,  8 V  would  be  Z5X5,  and  8V/8A,  or  Z3X5/WS  would  measure  the 
true  resistance  of  the  arc,  even  if  there  is  a  back  E.M.F.  in  the  arc,  unless  that  back 
E.M.F,  varies  with  the  current. 
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Thus,  by  applying  the  same  alternating  current,  but  with  different  frequencies,  to 
a  direct  current  arc,  8V/SA  can  be.  made  to  have  any  value  from  a  fairly  large 
negative  value  to  the  true  positive  value.  It  is  easy  to  see,  therefore^  how  different 
experimenters  might  get  very  different  values  and  even  different  signs  for  the 
resistance  of  the  arc,  when  they  measured  it  by  means  of  a  superimposed  alternating 
current ;  and  fig.  9  shows  the  imperative  necessity  of  some  rigorous  proof  that  the 
alternating  current  has  not  affected  the  resistance  of  the  arc  before  any  such 
measurements  can  be  accepted  as  final.  I  shall  presently  show  how  such  a  proof  can 
be  obtained,  but  first  it  will  be  interesting  to  see  how,  with  an  arc  of  given  length, 
and  with  a  given  current  flowing,  the  value  of  8V/8A  is  connected  with  the  frequency 
of  the  alternating  current,  and  what  sort  of  frequency  is  required  in  order  that  the 
resistance  of  the  arc  shall  not  be  affected  by  this  current. 

To  find  the .  Curve  connecting  SY/8A  tvith  the  frequency  of  the  Superimposed 
Alternating  CiOTent,  and  to  see  ivith  tvhat  Frequency  8V/8A  Measures  (lie  True 
Resistance  of  the  Arc, 

Take  an  arc  of  2  millims.  with  a  direct  current  of  10  amperes  flowing.  For  the 
arc  to  remain  normal  when  the  small  alternating  current  is  superimposed  on  it,  the 
frequency  must  be  practically  zero,  for  each  alternation  must  take  many  seconds 
instead  of  only  a  small  fraction  of  a  second.  Now  the  equation  I  have  found* 
between  V,  A,  and  Z,  in  the  normal  arc  with  solid  Apostle  carbons  is 

V  L  88-88 +  2-0»+"-°^^"'-^^'; 
therefore  the  normal  SV/SA  =  -  "'^^  t/''^^  =  -  0-88,  when  ( =  2,  and  A  =  10. 

JO. 

The  first  point  on  the  curve  connecting  8V/8A  with  the  frequency  of  the  alterna- 
ting current  has,  therefore,  the  co-ordinates  0,  and  —  0*33  (A,  fig.  10). 

The  value  found  for  8V/8A  by  Messrs.  Frith  and  KoDGEBst  with  the  same  carbons, 
direct  current,  and  P.D.  was  about  —  0*8,  more  than  double  the  normal  value,  which 
shows  that  the  alternating  current  they  superimposed  was  making  the  resistance  ol 
the  arc  vary  to  an  extent  that  made  the  P.D.  follow  some  such  curve  as  PXjQY^R 
(fig.  9).  They  also  found  that  varying  the  frequency  from  7  to  250  complete  alterna- 
tions per  second  made  no  difference  in  the  value  they  obtained  for  8V/8A.  Therefore 
the  curve  connecting  8V/8A  with  the  frequency  must  fall  steeply  from  A,  the  point  of 
no  frequency,  to  B,  the  point  for  a  frequency  of  7,  and  must  be  practically  horizontal 
from  B  to  C  (fig.  10).  Hence  Messrs.  Frith  and  Rodgers'  observations  cover  the 
portion  BC  of  the  curve. 

*  '  The  Electric  Arc,'  p.  184. 
t  '  Phil.  Mag.,'  1896,  vol.  42,  Plate  5. 
2  s  2 
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The  next  point  D,  is  obtained  from  Mr.  Duddell's  work.  In  his  remarkable 
paper*  on  "  Rapid  Variations  in  the  Current  through  the  Direct  Current  Arc,"  he 
said,  "  I  tried  to  record  the  transient  rise  in  P.D.  for  the  solid  arc  by  means  of  an 
oscillograph,  the  sudden  increase  of  the  current  being  obtained  by  discharging  a 
condenser  through  the  arc.  This  experiment  was  successful,  and  a  transient  rise  in 
P.D.  was  observed,  the  P.D.  and  current  increasing  together,  but  only  for  about 
1/5000  second"  It  is  clear  from  this  that  8V/8A  must  at  least  begin  to  be  positive 
with  a  frequency  of  2,500  complete  alternations  per  second;  and  D  where  0D  =  2,500 
may  be  taken  to  be  the  point  near  which  8V/SA  changes  its  sign. 

To  the  right  of  D  the  curve  must  continue  to  rise,  as  indicated  in  fig.  10,  more  and 
more  slowly,  as  it  approaches  the  horizontal  line  whose  distance  from  the  axis  of 
frequency  represents  the  value  of  SV/8A  which  is  the  t7'ue  resistance  of  the  arc.  The 
curve  must  finally  become  asymptotic  to  this  line,  since  when  once  a  frequency  is 
nearly  reached  with  which  the  alternating  current  does  not  practically  affect  the 
resistance  of  the  arc,  increasing  the  frequency  wiU  not  alter  the  value  of  8V/8A. 

My  equation  above  shows  that  the  resistance  of  the  particular  2-millim.  10-ampere 
normal  arc  under  discussion  cannot  be  greater  than  4*63  ohms,  nor  less  than  0'62 
ohm  ;  for  if  there  is  no  back  E.M.F., 

38-88  -f  207  X  2    ,    11-66  +  10-54  x  2 

10  ^  100 

=  4-63  ; 

1 1  'ftp 
and  if  there  is  the  largest  possible  back  E.M.F.,  viz.,  38'88  H —  volts  (for  it  is 

impossible  to  imagine  that  terms  involving  the  length  of  tne  arc  can  belong  to  a  back 

1?  ATT?  \  +u  2-07  X  2    ,    10-54  X  2 

E.M.F.),  then  r  =  — y^—  +  —{q^  =  0-62. 

Thus  the  curve  cannot  rise  higher  than  the  horizontal  line  8V/8A  =  4*63,  and  it 
must  rise  at  least  as  high  as  8V/8A  =  0*62.  Consequently,  as  the  lower  curve  in 
fig.  10  shows,  the  true  resistance  of  this  particular  arc  could  not  be  measured  with 
a  superimposed  alternating  current  having  a  frequency  of  less  than  at  least  8000 
complete  alternations  per  second,  even  if  there  were  a  back  E.M.F.  as  great  as 
40  volts.  And  if,  as  I  have  suggested,  the  back  E.M.F.  is  zero,  or  at  least  very 
much  smaller  than  40  volts,  the  frequency  would  have  to  be  many  times  as  high  for 
8V/8A  to  be  on  the  horizontal  part  of  the  curve,  i.e.,  for  the  alternating  current  not 
to  alter  the  resistance  of  the  arc. 

The  Form  of  the  P.D.  Time  Curve  indicates  whether  the  Resistance  of  the  Arc  is 
Affected  by  the  superimposed  Alternating  Current  or  Not. 

The  final  test  as  to  the  frequency  being  high  enough  not  to  affect  the  resistance  ol 
the  arc  must,  of  course,  be  the  finding,  with  the  same  root  mean  square  value  of  the 
*  *  Journal  of  the  Institution  of  Electrical  Engineers,'  vol.  30,  p.  232. 
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alternating  current,  of  two  frequencies,  differing  by  many  thousands  of  alternations 
per  second,  that  would  both  give  the  same  value  of  8V/8A.  This  would  show  that 
the  horizontal  part  of  the  SV/SA  frequency  curve  (fig.  10)  had  been  found. 

A  very  good  first  test,  however,  is  furnished  by  the  curve  connecting  the  P.D. 
between  the  carbons  with  the  time,  for  this  curve  is  unsymmetrical  with  respect  to 
the  corresponding  ciurrent  curve,  when  the  resistance  is  affected,  for  the  following 
reasons. 

I  have  shown  that  the  change  in  the  area  of  the  volatilising  surface  of  the  crater 
that  is  due  to  any  change  of  current  follows  after  the  change  of  current  and  requires 
time  for  its  completion.  If,  therefore,  a  superimposed  alternating  current  is  affecting 
the  resistance  of  a  direct  current  arc,  the  P.D.  required  for  any  given  current  must 
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Fig.  10.     Suggested  curve  connecting  8V/8A  with  the  frequency  of  a  superimposed  alternating  current 
of  constant  root  mean  square  value,  when  the  direct  current  and  the  length  of  the  arc  are  constant. 

be  higher  when  the  current  is  increasing  than  when  it  is  diminishing.  A  current  of 
10  amperes,  for  instance,  would  require  a  higher  P.D.  when  it  came  after  9  and 
before  11  amperes  than  when  it  came  after  11  and  before  9  amperes,  because  in  the 
first  case  it  would  be  flowing  through  an  arc  of  which  the  cross-section  had  been 
made  by  some  current  less  than  10  amperes,  and  in  the  second  by  some  current 
greater  than  10  amperes. 

I  have  applied  this  test,  with  very  satisfactory  results,  to  some  experiments  in 
which  it  is  quite  certain  that  the  alternating  currents  must  have  affected  the 
resistances  of  the  arcs,  because  they  had  frequencies  of  only  47  and  115  alternations 
per  second  respectively. 

The  experiments  formed  part  of  a  valuable  series  carried  out  in  1896  by  Messrs. 
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Ray  and  Watungton,  two  students  at  the  Central  Technical  College,  in  continua- 
tion of  the  researches  of  Messrs.  Frith  and  Rodgers.  The  carbons  were  solid,  and 
the  direct  current  normal  arc  carried  a  current  of  10  amperes  with  a  P.D.  of  45 
volts.  Simultaneous  values  of  the  current  and  P.D.  were  taken  with  the  Joubert 
point  by  point  method.  Some  of  these  are  given  in  Table  II.,  in  which  the  columns 
headed  V,-  are  the  P.D.'s  with  increasing  currents,  and  those  headed  V^  with 
diminishing  currents  ;  while  V,  and  V/  belong  to  the  smallest  and  largest  current 
respectively. 

It  may  be  seen  at  a  glance  that  in  every  single  instance  the  P.D.  for  the  same 
current  is  higher  when  the  current  is  increasing  than  when  it  is  diminishing.  For 
instance,  with  the  lower  frequency  the  P.D.  corresponding  with  a  current  of  11 
amperes  is  42*4  volts  when  the  current  is  increasing,  and  only  41*8  volts  when  it  is 
diminishing.  And  with  the  higher  frequency  it  is  43*2  volts  with  increasing  current, 
and  only  42*0  with  a  falling  current.  Hence,  we  are  supplied  with  a  very  simple 
test  as  to  whether  the  superimposed  alternating  current  changes  the  resistance  of  the 
arc  or  not.  It  is  only  necessary  to  take  the  wave  form  of  P.D.  and  current  by  means 
of  an  oscillograph,  and  to  observe  whether  the  P.D.  corresponding  with  each  current 
is  the  same  with  increasing  as  with  diminishing  currents.  If  the  two  P.Ds.  are 
diflferent,  the  resistance  is  being  altered,  if  they  are  alike,  it  is  not. 

Table  II. — Instantaneous  Values  of  Corresponding  Currents  and  P.Ds.  with  Small 

Alternating  Current  Superimposed  on  Direct  Current  of  10  Amperes  in  the  Arc. 

P.D.  with  Direct  Current  alone,  45  volts. 

Solid  Apostle  Carbons  :  Positive,  11  miUims.  ;  Negative,  9  millims. 


A. 

v.. 

Frequency,  47. 

A. 

v.. 

Frequency,  115. 

Vi. 

V,. 

Vrf. 

Vi. 

Vj. 

Vd. 

8-425 

90 

9-5 
10-0 
10-5 
110 
11-5 
120 
12-25 

45-6 

44-8 
44-2 
43-7 
43-1 
42-4 
42-0 
41-7 

41-4 

44-0 
43-3 
42-8 
42-1 
41-8 
41-4 
41-2 

8-65 
9-0 
9-5 
10-0 
10-5 
11-0 
11-25 

46 

45-6 
45-2 
44-6 
43-9 
43-2 

42-2 

44-9 
44-2 
43-5 
42-9 
42-0 
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How  to  Ascertain  with  Certainty  whether  there  is  a  Constant  or  a  Variable  Back 
E.M.F.  in  the  Arc  o?*  None,  and  how  to  find  the  True  Back  E.M.F.  if  there 
is  One. 

Returning  to  the  equation 

V  =  E  +  Ar, 
we  have 

r^  =  T-  4"  ^'  +  A.  ry,  when  both  E  and  r  vary, 

and  hence 

T7        A  SV       T^        .  SE        .  ,  Sr 


If  the  alternating  current  with  which  SV/8A  is  measured  is  of  such  high  frequency 
that  it  does  not  alter  the  resistance  of  the  arc,  and  if,  also,  the  back  E.M.F.  is 
constant,  or,  being  variable,  the  alternating  current  is  too  small  to  aflfect  it,  then 

V  -  A  SV/SA  =  E. 

To  see  whether  the  arc  has  any  back  E.M.F.  at  all,  therefore,  it  is  only  necessary 
to  measure  SV/SA  with  a  superimposed  alternating  current  of  a  frequency  that  has 
been  found  not  to  affect  its  resistance  and  to  subtract  A  SV/SA  from  V.  If  the  result 
is  zero,  the  arc  has  7io  back  E.M.F.  If  it  is  not  zero,  SV/SA  must  be  measured  in  the 
same  way  for  "other  arcs  differing  widely  in  current  and  length.  If  all  the  values  of 
V  —  A  SV/SA  thus  obtained  are  equal,  or  nearly  so,  the  arc  has  a  constant  back 
E.M.F.  which  is  equal  to  this  value.  If  V  —  A  SV/SA  is  not  the  same  for  all  the  arcs, 
but  varies  according  to  some  definite  law,  then  there  is  a  variable  back  E.M.F.  which 
may  or  may  not  be  affected  by  the  alternating  current  used  to  measure  SV/SA. 

Suppose,  for  instance,  that  two  measurements  of  SV/SA  were  made,  using  the  same 
direct  current  and  length  of  arc,  but  different  alternating  currents.  If  one  of  the 
alternating  currents  had  a  root  mean  square  value  equal  to  one  per  cent,  of  the  direct 
current,  and  the  other  a  value  equal  to  five  per  cent.,  one  would  be  five  times  as  great 
as  the  other,  and  yet  both  would  be  small  compared  with  the  direct  current.  It 
would,  of  course,  be  possible  to  make  the  frequency  of  each  of  these  currents  so  great 
that  the  resistances  of  the  arcs  to  which  they  were  applied  were  not  altered  by  them. 
Yet  it  would  not  necessarily  follow  that  when  this  had  been  done  the  two  values  ot 
SV/SA  thus  obtained  would  be  equal.  For  the  back  E.M.F.  might  vary  not  with  the 
frequency  of  the  alternating  current,  but  with  its  magnitude.  If,  therefore,  it  were 
found  that  E  was  variable,  it  would  be  necessary  to  measure  SV/SA  with  smaller  and 
smaller  alternating  currents,  till  two  were  found  which,  while  differing  considerably 
from  one  another,  both  gave  the  same  value  of  SV/SA.  Only  a  value  obtained  in  this 
way  could  be  accepted  as  measuring  the  true  resistance  of  the  arc,  and  V  —  A  SV/SA 
would  be  the  true  back  E.M.F.  of  the  same  arc. 
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The  Changes  Introduced  into  the  Resistance  of  the  Arc  by  the  Use  of 

Cored  Carbons. 

Next  let  us  consider  the  explanation  of  the  marked  effects  produced  by  introducing 
a  core  into  either  or  both  of  the  carbons.  These  are  of  a  two-fold  character ;  first, 
those  such  as  Professor  Ayrton  published  at  Chicago  in  1893,  viz.  : 

(1.)  The  P.D.  between  the  carbons  is  always  lower  for  a  given  current  and  length 
of  arc,  when  either  or  both  of  the  carbons  are  cored,  than  when  both  are 
solid. 

(2.)  With  a  constant  length  of  arc  and  increasing  current,  the  P.D.,  which 
diminishes  continuously  when  both  carbons  are  solid,  either  diminishes  less 
when  the  positive  is  cored,  or  after  diminishing  to  a  minimum  remains 
constant  over  a  wide  range  of  current,  or  even  increases  again.* 

(3.)  It  requires  a  larger  current  with  the  same  length  of  arc  to  make  the  arc 
hiss  when  the  positive  carbon  is  cored  than  when  both  are  solid. 

Secondly,  there  are  the  facts  connected  with  the  influence  of  cores  on  the  small 
change  of  P.D.  accompanying  a  small  change  of  current,  to  which  attention  was 
first  drawn  by  Messrs.  Frith  and  Rodgers  in  1896.t  These  facts,'  which  were 
physically  correct,  although,  as  I  have  already  shown,  they  were  wrongly  interpreted 
at  the  time,  are  embodied  in  the  following  wider  generalisations  which  I  have  deduced 
fi:om  the  results  of  my  experiments,  and  from  theoretical  considerations. 

(1)  When,  on  a  direct  current  arc,  an  alternating  current  is  superimposed  which 

is  small,  but  yet  large  enough  for  the  resistance  of  the  arc  to  be  altered 
by  it,  the  average  value  of  SV/SA  is  always  more  positive^  when  either 
carbon  is  cored  than  when  both  are  solid,  and  most  positive  of  all  when  both 
are  cored,  all  other  things  being  equal. 

(2)  The  frequency  of  the  alternating  current  that  makes  8V/8A  begin  to  have 

a  positive  value  is  lower  when  either  carbon  is  cored  than  when  both  are 
solid,  and  lowest  when  both  are  cored. 

(3)  The  value  of  8V/8A,  with  a  given  root  mean  square  value  of  the  superimposed 

alternating  current,  depends  not  only  on  the  nature  of  the  carbons  and  on 
the  frequency  of  that  current,  but  also  on  the  magnitude  of  the  direct 
current,  and  on  the  length  of  the  arc. 

*  Nebel  observed  the  fact  that  the  P.D.  fell  to  a  minimum  and  then  rose  again,  in  1886,  but  as  he  used 
cored  positive  carbons  onhj,  he  did  not  discover  that  this  form  of  curve  was  peculiar  to  those  carbons. 

t  "The  Resistance  of  the  Electric  Arc,"  *Phil.  Mag.,'  1896,  vol.  42,  p.  407. 

X  I  call  8V/3A  mwe  positive  in  one  case  than  in  another  when  it  has  either  a  larger  positive  value,  or 
a  smaller  negative  value  in  the  first  case  than  in  the  second. 
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There  are  two  ways  in  whioh  the  P.D,  between  the  carbons,  for  a  given  current 
and  length  of  arc,  may  be  lowered  by  the  core  ;  (1)  by  an  increase  in  the  cross-^ 
section  of  the  vapour  film,  or  the  mist,  or  both ;  (2)  by  a  lowering  of  their  specific 
resistances.  To  see  whether  I  could  observe  any  change  in  the  cross-sections,  I  have 
traced  a  series  of  enlarged  images  of  the  arc  with  four  sets  of  Apostle  carbons, 
using  (1)  +  Solid  -  Solid,  (2)  +  SoUd  -  Cored,  (3)  +  Cored  -  Solid,  (4)  +  Cored 
—  Cored  carbons. 

The  positive  carbon  was  11  millims.  and  the  negative  9  millims.  in  diameter,  and  the 
arc  2  millims.  in  length  in  each  case,  while  the  currents  were  4,  6,  8, 10,  12,  14  amperes. 
The  diagrams  were  traced  not  only  when  the  arc  was  normal  in  each  case,  but  also 
immediately  after  each  change  of  current,  so  that  the  effect  on  the  cross-section  of  the 
arc  of  both  an  instantaneous  and  a  normal  change  of  current  might  be  seen.  Fig.  5  (p.  307 ) 
showed  the  first  set  of  diagrams  of  the  normal  arc ;  the  others  are  too  numerous  to 
publish,  but  the  mean  cross-sections  of  the  purple  part — the  mist — in  each,  measured 
as  in  fig.  5,  may  be  found  in  Table  III.,  those  marked  ** non-normal"  belonging  to  the 
arc  immediately  after  the  change  of  current,  and  those  marked  "  normal "  to  the  arc 
after  all  the  conditions  had  become  steady  again. 

Table  III. — Mean  Cross-Sections  of  Mist  between  -f  Solid  —  Solid,  +  Solid  —  Cored, 
+  Cored  —  Solid,  and  +  Cored  —  Cored  Apostle  Carbons,  11  millims.  and 
9  millims. 

Length  of  Arc,  2  millims. 


Normal. 

Non-normal. 

Current  in 
amperes. 

S.S. 

S.C. 

C.S. 

C.C. 

S.S. 

S.C. 

C.S. 

C.C. 

4 

4-8 

6-96 

40 

3-3 

_ 

_ 

_ 

_ 

6 

9-8 

8-3 

6  05 

5-6 

9-5 

8-4 

6-25 

3-5 

8 

16-2 

14-2 

110 

8-9 

17-6 

111 

120 

5-8 

10 

23-4 

20-75 

13-55 

11-9 

21-5 

19-0 

18-7 

11-1 

1             12 

84-9 

27-6 

17-7 

16-55 

34-1 

26-9 

20- 1 

16-7 

1             14 

41-2 

35  0 

24-6 

20-0 

— 

39-4 



18-7 

With  a  single  exception,  every  number  in  each  set  is  smaller  than  the  corresponding 
nuipber  iij  the  preceding  column.  Hence,  with  both  normal  and  non-normal  arcs  the 
mean  cross-section  of  the  mist,  for  a  given  current,  is  largest  when  both  carbons  are 
solid,  smallest  when  both  are  cored,  and  is  more  diminished  by  coring  the  positive 
than  by  coring  the  negative.  Fig.  11,  besides  showing  well  this  marked  difference  in 
the  influence  of  the  cores,  makes  it  apparent  that  the  diflterence  increases,  in  every 
case,  with  the  current,  for  such  currents  as  were  there  used, 

VOi^  cxcxx, — A.  2  T 
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We  cannot  measure  the  cross-section  of  the  vapour  film  directly,  but,  for  a  constant 
length  of  arc,  it  must  be  roughly  proportional  to  the  cross-section  of  the  mist  where 
it  touches  the  crater.  These  cross-sections,  which  are  given  in  Table  IV.,  do  not, 
naturally,  vary  nearly  so  regularly  as  the  mean  cross-sections,  but  still  we  can  judge 
pretty  well  what  are  the  effects  of  the  various  cores.  Coring  the  positive  carbon, 
for  instance,  distinctly  diminishes  the  cross-section  of  the  vapour  film  ;    for  every 
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Fig  11.  Curve  connecting  the  mean  cross-section  of  the  arc  mist  with  the  current  for  +  solid,  -  solid, 
+  solid  -  cored,  +  cored  -  solid,  and  -h  cored  -  cored  carbons  respectively.  Apostle  carbons,  1 1  millims. 
and  9  millims.     Length  of  arc,  2  millims. 

number  in  column  (7)  is  less  than  the  corresponding  one  in  column  (5),  and  all  but 
one  in  column  (3)  are  less  than  those  in  column  (1).  Coring  the  negative  carbon,  on 
the  other  hand,  only  seems  to  affect  the  cross-section  that  the  vapour  film 
assumes  immediately  after  a  change  of  current,  for  while  in  the  non-normal  section 
each  number  in  (6)  is  less  than  in  (5),  and  in  (8)  less  than  in  (7),  in  the  normal 
section  the  numbers  in  (2)  are  sometimes  less  and  sometimes  greater  than  those  in  (1), 
and  those  in  (4)  are  nearly  all  greater  than  those  in  (3), 
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Table  IV. — Cross-section  of  Mist  where  it  touches  Crater,  with  +  Solid 
+  Solid  —  Cored,  +  Cored  —  Solid,  +  Cored  —  Cored  Carbons. 

Apostle  Carbons,  1 1  millims.  and  9  millims. 

Length  of  Arc,  2  millims. 
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SoUd, 


Normal. 

Non-normal. 

Current  in 

Amperes. 

(1) 

(2)              (3) 

(*) 

(5) 

(6) 

(') 

(8) 

S.S. 

S.C.           C.S. 

1 

C.C. 

S.S. 

S.C. 

C.S. 

C.C. 

4 

2-9 

7-8             3-2 

2-9 

6 

6-8 

90             5-3 

5-8 

10-9 

6-25 

6-25 

3-6 

8 

160 

130      ,     10-9 

14-4 

16-0 

90 

10-9 

6-26 

10 

230 

260       I     12-25 

21-2 

19-4 

J6-8 

15-2 

16-2 

12 

32-5 

250       ;     17-6 

221 

31-4 

230 

17-6 

21-2 

U 

39- 1 

360           230 

240 



33-6 

19-4 

Thus,  taking  Tables  III.  and  IV.  together,  we  find  that  a  core  in  the  positive 
carbon  keeps  both  the  mist  and  the  vapour  film  from  being  as  large  as  they  would  be 
with  a  solid  positive,  both  immediately  after  a  change  of  current  and  when  the  arc  is 
normal  again.  Coring  the  negative,  on  the  other  hand,  while  it  has  the  same  effect 
on  the  cross-section  of  the  mist  as  coring  the  positive,  only  diminishes  the  cross- 
section  of  the  vapour  film  immediately  after  a  change  of  current.  If,  therefore, 
coring  either  carbon  produced  nothing  but  an  alteration  in  the  cross-section  of  the 
arc,  the  resistance  of  the  arc,  and,  consequently,  the  P.D.  between  the  carbons  would 
be  increased  by  the  coring.  It  follows,  therefore,  that  the  diminution  of  the  P.D. 
between  the  carbons  actually  observed  with  cored  carbons  must  be  caused  by  a 
loweiing  of  the  specific  resistance  of  the  vapour  film  or  of  the  mist,  or  of  both ;  and 
this  lowering  must  be  so  great  that  it  must  more  than  compensate  for  the  diminution 
in  their  cross-sections. 

It  is  easy  to  see  how  the  vapour  and  mist  from  a  core  in  the  positive  carbon  must 
alter  the  specific  resistance  of  the  arc,  but,  since  the  negative  carbon  does  not 
volatilise,  there  seems  to  be  no  reason  why  coring  it  should  have  the  same  effect. 
The  core,  however,  consists  of  a  mixture  of  carbon  and  metallic  salts ;  and  metallic 
salts  have  a  lower  temperature  of  volatilisation  than  carbon,  so  that  these  salts  may 
easily  be  volatilised  by  the  mist  touching  them,  and,  mingling  with  it,  lower  its 
specific  resistance. 

Now  take  the  fact  that,  with  a  constant  length  of  arc,  on  increasing  the  current  the 
P.D.  always  diminishes  less  if  the  positive  carbon  is  cored  than  if  it  is  solid,  and  that 
the  reduction  of  diminution  is  sometimes  so  great  that  the  P.D.  remains  constant  for 
a  large  increase  of  current,  and  sometimes  even  increases  somewhat,  instead  of  steadily 
diminishing,  as  it  does  when  both  carbons  are  solid. 
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Every  increase  of  current,  whether  the  carbons  are  solid  or  cored,  entails  an 
enlargement  of  the  cross-section  of  the  arc,  and  a  consequent  tendency  of  the  P.D.  to 
diminish.  While  the  current  is  so  small,  with  cored  carbons,  that  the  volatilised 
surface  does  not  completely  cover  the  core,  the  increase  of  cross-section  is  unaccom- 
panied by  any  change  in  the  specific  resistance  of  the  arc.  When  the  current  is  so 
large,  however,  that  the  solid  carbon  round  the  core  begins  to  volatilise,  each  increase 


\ 

\ 

>>^ 

v^ 

d 

a: 

B 

0 

— i 

■ 

^ 

0 

\ 

Cupfent 

\ 

\ 

M 

d 

nr- 

oL 

\ 

N 





p 

"~8  ^ 

OuiT«nt 


Fig.  12. 


Curves  exemplifying  the  changes  introduced  into  the  curves  connecting  P.D.  with  current  for  a 
constant  length  of  arc  by  coring  the  positive  carbon. 


of  current  is  accompanied  by  two  tendencies  in  the  P.D.,  the  one  to  fall,  on  account 
of  the  larger  cross-section,  the  other  to  rise,  because  of  the  higher  specific  resistance 
of  the  vapom*  and  mist  coming  fi:om  the  solid  portion  of  the  carbon.  The  curve 
connecting  the  P.D.  with  the  current  must,  therefore,  be  compounded  of  two.  One, 
such  as  A  B  C  (fig.  12),  which  would  connect  the  P.D.  with  the  current  if  the  positive 
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carbon  were  composed  entirely  of  core,  and  the  other,  D  E  F,  connecting  the  rise  of 
P.D.,  due  to  the  increase  of  the  specific  resistance,  with  the  current.  The  curve 
connecting  the  true  P.D.  with  the  current  is  found  by  adding  each  ordinate  of  D  E  F 
to  the  corresponding  ordinate  of  A  B  C,  as  indicated  in  the  dotted  line.  Whether 
this  resulting  curve  has  the  form  G  H  K,  or  M  N  P,  or  Q  R  S  (fig.  12)  depends, 
evidently,  upon  the  relation  between  the  increase  of  the  cross -section  and  the  rise  of 
specific  resistance,  i.e.,  on  the  relative  structures  and  cross-sections  of  the  core  and 
the  outer  carbon. 

The  fact,  already  obtained  from  Table  IV.,  that,  for  the  same  current  and  length 
of  arc,  the  vapour  film,  and,  consequently,  the  crater,  is  smaller  with  a  cored  than 
with  a  solid  positive  carbon,  explains  why  the  arc  can  carry  such  a  much  larger 
current  without  hissing  when  the  positive  carbon  is  cored  than  when  it  is  solid.  For 
I  have  shown*  that  hissing  is  the  result  of  that  direct  contact  of  the  crater  with  the 
air  which  follows  when  the  crater  grows  too  large  to  cover  the  end  only  of  the 
positive  carbon  and  so  extends  along  its  sides,  and  this  must  happen  with  a  smaller 
current  the  larger  the  crater  is  with  a  given  current,  i.e.,  it  must  happen  with  a 
smaller  current  when  the  positive  carbon  is  solid  than  when  it  is  cored. 


How  the  Change  in  the  Cross-Sections  of  the  Mist  and  the  Vapour  Film,  due  to 
a  Change  of  Cuiv-ent,  is  Affected  hy  Coring  Either  or  Both  Carbons. 

Consider  next  the  facts  concerning  the  influence  of  the  cores  on  the  values 
of  SV/8A,  when  a  small  alternating  current  is  superimposed  on  a  direct  current 
normal  arc,  that  the  resistance  of  the  arc  is  affected  by  this  superposition.  Here  we 
have  to  deal,  not  with  the  whole  P.D.  between  the  carbons,  but  with  the  change 
In  that  P.D.  that  accompanies  a  given  small  change  of  current,  and  I  shall  show  that 
the  effect  of  the  core  on  this  change  must  always  be  to  add  a  positive  increment 
to  8V/8A,  the  amount  of  which  depends  on  the  value  of  the  direct  current,  the 
length  of  the  arc,  and  the  frequency  of  the  alternating  current. 

The  influence  of  the  core  on  the  Value  SV/8A  is  two-fold  ;  it  alters  the  amount  by 
which  the  cross-sections  of  the  vapour  film  and  the  mist  change,  with  a  given  change 
of  current ;  and  it  tnakes  their  specific  resistances  vary  with  the  current.  We  will 
take  each  separately,  the  change  of  cross-section  first.  I  shall  call  the  part  of  8V/8A 
that  depends  on  the  change  of  cross-section  8V,,/8A,  and  the  part  that  depends  on 
the  variation  in  the  specific  resistance  8V,/8A,  so  that  8V^/8A  +  8V,/8A  =  SV/SA* 

I  have  already  pointed  out  (p.  306)  that  if,  when  the  current  is  increased,  the  ratios 
of  the  new  cross-sections  of  the  mist  and  the  vapour  film  to  the  old  are  greater  than 

*  "The  Hissing  of  the  Electric  Arc,"  'Journal  of  the  Proceedings  of  the  Institution  of  Electrical 
Engineers,'  1899,  vol.  28,  p.  400. 
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the  ratio  of  the  new  current  to  the  old,  then  the  resistance  of  the  arc  must  have  been 
diminished  more  than  the  current  was  increased,  and  that  hence  the  P.D.  must  have 
diminished  as  the  current  increased,  and  8V/8A  must  be  negative  (provided  always 
that  the  specific  resistance  of  the  arc  had  not  been  altered).  Similarly,  when  the 
ratio  of  the  cross-sections  are  smaller  than  that  of  the  current  8 V/SA  must  be 
positive. 

In  order  to  see  the  effect  of  the  cores  on  these  ratios,  in  the  experiments  of  which 
the  results  are  given  in  Tables  III.  and  IV.,  Tables  V.  and  VI.  have  been  drawn  up, 
in  which  the  cross-section  ratios  are  found  by  dividing  the  cross-section  for  each 
current  by  the  cross-section  for  the  next  smaller  current ;  and  the  current  ratios  by 
dividing  each  current  by  the  next  smaller  current.  For  the  non-normal  ratios 
the  larger  cross-sections  were  taken  fi'om  the  non-normal  sets  in  Tables  III.  and  IV. 
and  the  smaller  from  the  normaly  because  it  is  the  effect  of  the  core  when  the 
alternating  current  is  superimposed  on  a  normal  arc  that  we  are  considering,  and 
because  also  the  non-normal  numbers  in  these  Tables  were  found  by  suddenly 
increasing  the  current  when  the  arc  was  normal.  For  the  normal  ratios  hoth  currents 
were  taken  from  the  normal  sets. 

For  instance,  the  normal  cross-section  for  a  current  of  8  amperes  with  the  -f  solid- 
—  cored  carbons  in  Table  III.  (p.  321)  is  14*2,  and  the  non-normal  cross-section  for 
10  amperes  is  19'0,  while  the  normal  cross-section  for  the  same  current  is  2075. 
Thus,  when  the  current  is  increased  from  8  to  10  amperes,  the  current  ratio  is 
^=  1*25,  the  non-normal  cross-section  ratio  with  these  carbons  is  y^  =  1*34,  and 
the  normal  is  \-4t/-  =  1*46.  In  this  case,  therefore,  8V^/SA  was  negative,  both  when 
the  change  of  current  was  non-normal  and  when  it  was  normal,  for  both  the  cross- 
section  ratios,  1*34  and  1*46,  are  greater  than  1*25,  the  current  ratio.  Of  course  to 
imitate  the  effect  of  an  alternating  current  completely  it  would  be  necessary  to 
suddenly  diminish  the  current  as  well  as  suddenly  increasing  it,  but  as  this  would 
only  alter  the  signs  of  both  8V  and  8A,  without  materially  changing  their  relative 
values,  it  is  not  necessary  for  our  purpose. 

The  non-normal  ratios  show  the  effect  of  the  core  on  the  change  in  the  cross- 
section,  i.e.,  in  the  resistance  of  the  arc,  and  therefore  on  8V,  when  the  frequency  of 
the  alternations  is  so  great  that  the  carbons  do  not  change  their  shapes ;  and  the 
normal,  when  it  is  so  small  that  the  changes  are  slow  enough  for  the  arc  to  rema  n 
practically  normal  throughout. 
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Table  V. — Ratios  of  Mean  Cross-Sections  of  Mist  taken  from  Table  III. 

Length  of  Arc,  2  millims. 
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Change 

of 
Current. 

(1) 

Ratios  of  Mean  Cross-Sections. 

Current 
Ratios. 

(2) 

Normal. 

Non-normal. 

S.S. 
(3) 

S.C. 
(4) 

C.S. 
(5) 

C.C. 

(«) 

S.S. 
(7) 

S.C. 
(8) 

C.S. 
(9) 

C.C. 
(10) 

4to    6 

6  „    8 

8„  10 

10  „  12 

12  „  U 

1-6 
1-33 
.    1-35 
1-20 
117 

2  04 
1-65 
1-44 
1-49 
1-18 

1-2 

1-71 

1-46 

1-33 

1-25 

1-51 
1-82 
1-23 
1-31 
1-38 

1-7 

1-6 

1-33 

1-39 

1-21 

1-98 
1-8 
1-33 
1-46 

1-21 
1-33 
1-34 
1-30 
1-43 

1-56 
1-98 
1-70 
1-48 

106 
104 
1-25 
1-40 
113 

The  most  important  point  to  observe  in  these  tables  is  whether  8V^/8A  is  negative 
or  positive  with  each  set  of  carbons,  i.e.,  whether  the  cross-section  ratios  are  greater 
or  less  than  the  current  ratios.  Take  first  the  non-normal  ratios.  When  the  positive 
carbon  alone  is  cored,  the  sign  of  8Vc/8A  is  decidedly  negative,  just  as  it  is  when  both 
carbons  are  soUd,  for  all  the  cross-section  ratios  in  column  (9)  of  both  Tables  V. 
and  VI.  are  greater  than  the  corresponding  current  ratios  in  column  (2).  Moreover, 
with  this  particular  length  of  arc,  and  these  currents,  the  non-normal  value  of  8V^/8A 
does  not  appear  to  be  altered  by  coring  the  positive  carbon  alone,  for  the  non-normal 
cross-section  ratios  in  column  (9)  of  each  table  are  in  some  cases  greater  and  in  others 
less  than  those  in  column  (7).  When  the  negative  carbon  alone  is  cored,  the  non- 
normal  value  of  SVe/SA  appears  to  be  negative,  but  approaching  the  zero  point ;  for 
in  Table  V.,  one  cross-section  ratio  in  column  (8)  is  less  than  the  corresponding 
current  ratio,  one  is  equal,  and  three  are  greater;  while  in  Table  VI.,  three  are  less 
and  two  are  greater.  When  both  carbons  are  cored,  the  non-normal  value  of  8Vc/8A 
is  positive ;  for  three  out  of  the  five  of  the  numbers  in  column  (10)  of  Table  V.,  and 
the  whole  of  those  in  the  same  column  of  Table  VI.  are  gi'eater  than  the  corresponding 
numbers  in  column  (2). 
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Table  VI. — Eatios  of  Cross-Sections  of  Mist  where  it  Touches  the  Crater,  taken 

from  Table  IV. 

Length  of  Arc,  2  millims. 


Change 

of 
Current. 

Current 
Ratios. 



Nor 

Ratios  of  Cross-Sections  at  Crater. 

• 

mal. 

Non-normal. 

S.S. 

S.C. 

C.S. 

C.C. 

S.S. 

S.C. 

C.S. 

C.C. 

(1) 

(2) 

(3) 

(4) 

(5) 

(6) 

(7) 

(8)    • 

(9) 

(10) 

4to    6 

1-50 

2-34 

107 

1-66 

2  00 

3-76 

0-80 

1-95 

1-24 

6  „     8 

1-33 

2-35 

1-44 

2  05 

2-50 

2-35 

100 

206 

108 

8„  10 

1-25 

1-44 

200 

112 

1-47 

1-21 

1-29 

1-40 

105 

10  „  12 

1-20 

1-41 

0-96 

1-44 

104 

1-37 

0-88 

1-44 

100 

12  „  14 

117 

1-20 

1-44 

1-31 

109 

1-34 

0-88 

1 

Turning  next  to  the  normal  ratios,  we  find  that  when  the  positive  carbon  alone  is 
cored,  8V^/SA  has  still  much  the  same  negative  value  as  when  both  carbons  are 
solid,  since  the  numbers  in  column  (5)  differ  on  the  whole  very  little  from  those  in 
column  (3).  When,  on  the  other  hand,  it  is  the  negative  carbon  alone  that  is  cored, 
there  is  a  change,  for  instead  of  being  a  little  below  zero,  SV^/SA  is  decidedly- 
negative,  since  in  Table  V,  all  but  one  of  the  numbers  in  column  (4),  and  in  Table  VI. 
all  but  two  are  greater  than  the  corresponding  numbers  in  column  (2).  When  both 
carbons  are  cored,  there  is  an  even  greater  difference  between  the  normal  and  non- 
normal  values  of  8V^/8A.  For  in  Table  V.  all  the  numbers  in  column  (6),  and  in 
Table  VI.  all  but  two  are  greater  than  the  corresponding  current  ratios,  showing 
that  SVc/^A  is  negative  for  normal  changes  of  current  though  it  is  positive  for 
non-normal  changes  with  these  carbons,  currents,  and  length  of  arc. 

To  sum  up  the  change  in  the  value  of  8V^/8A  produced  by  coring  one  or  both  of 
the  carbons,  we  find  that  while  coring  the  positive  carbon  alone  makes  very  little 
difference  in  either  the  normal  or  non-normal  chano^e  of  cross-section  that  accom- 
panics  a  given  change  of  current,  coring  the  negative  carbon  diminishes  the  change 
of  cross-section,  both  for  normal  and  non-normal  changes  of  current,  but  more  for 
the  second  than  for  the  first,  and  more  when  both  carbons  are  cored  than  when  the 
negative  alone  is  cored.  Thus,  coring  the  negative  carbon  both  diminishes  and 
retards  the  change  in  the  cross-sections  of  the  arc  thact  accompany  a  change  of 
current.  This  retardation  of  the  change  of  cross-section  is  quite  sufficient  to  account 
for  the  fact  already  mentioned  on  p.  311,  viz.,  that  if  I  quickly  altered  the  resistance 
in  the  circuit  outside  the  arc,  when  both  carbons  were  coredy  I  could  sometimes  see 
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the  first  quick  swing  of  the  voltmeter  needle  in  the  same  direction  as  that  of  the 
ammeter,  but  never  when  both  were  solid.  For  as  the  resistance  did  not  alter 
directly  after  the  current,  with  the  cored  carbons,  the  new  current  would  be  flowing 
through  the  old  resistance  for  an  appreciable  time  after  the  change,  and  so  the 
accompanying  change  of  P.D.  in  the  same  direction  as  the  change  of  current  would 
be  able  to  influence  the  voltmeter  needle. 


The  Change  in  the  Specific  Resistance  of  the  Arc  produced  by  a  Change  of  Current 

when  Either  or  Both  Carbons  are  Cored. 

We  have  next  to  consider  SV,/SA,  the  part  of  SV/8A  that  depends  on  the  changes 
in  the  specific  resistances  of  the  mist  and  the  vapour  that  occur  with  each  change 
of  current,  when  either  or  both  carbons  are  cored. 

As  it  is  the  positive  carbon  only  that  volatilises,  while  the  negative  simply  burns, 
coring  the  negative  carbon  alone  must  have  a  very  diflferent  effect  on  the  specific 
resistance  of  the  arc  from  coring  the  positive  alone.  For  when  the  negative  carbon 
alone  is  cored,  the  whole  of  the  vapour  and  almost  the  whole  of  the  mist  must  issue 
from  the  uncored  carbon,  the  core  in  the  negative  carbon  only  contributing  a  little 
metallic  vapour  to  the  mist  in  contact  with  it ;  when,  on  the  other  hand,  it  is  the 
positive  alone  that  is  cored,  the  whole  comes  fi:om  the  cored  carbon.  Thus,  while, 
with  the  cored  negative^  the  vapour  is  always  solid-carbon  vapour,  and  the  mist  is 
practically  solid-carbon  mist,  with  the  cored  positive  the  vapour  and  mist  are  both 
core  vapour  and  mist  alone,  until  the  current  is  large  enough  for  the  volatilising 
surface  to  cover  the  whole  core,  and  they  only  begin  to  have  an  admixture  of  solid- 
carbon  vapour  and  mist  when  the  current  is  larger  than  this.  When,  therefore,  the 
negative  carbon  alone  is  cored,  the  specific  resistance  of  the  vapour  is  constant,  and 
that  of  the^  mist  increases  with  each  small  increase  of  current,  but  more  and  more 
slowly,  with  the  same  addition  of  current,  the  larger  the  original  current  before  the 
addition  is  made.  The  curve  connecting  SV,/8A  with  the  normal  current  in  this  case 
must,  therefore,  be  of  the  form  ABC  (fig.  13),  for  the  change  of  specific  resistance 
must  be  greatest  when  the  current  is  just  large  enough  for  the  mist  to  cover  the 
whole  core,  and  must  steadily  diminish  as  the  direct  current  increases  after  that,  till 
it  becomes  practically  zero  with  very  large  currents,  so  that  the  curve  becomes 
asymptotic  to  the  axis  of  current. 

When  the  positive  carbon  alone  is  cored,  the  curve  is  quite  different.  If  the  arc 
always  remained  perfectly  central,  it  would  be  of  the  form  D  E  F  G  (fig.  13).  The 
specific  resistances  of  the  vapour  and  mist  would  remain  constant  till  the  volatiHsing 
surface  was  large  enough  to  cover  the  core,  so  that  until  then  8V,/SA  would  be  zero, 
and  D  E  would  be  the  first  part  of  the  curve.  The  first  increment  of  current  that 
was  added  after  this  would  increase  the  specific  resistances  by  the  largest  possible 
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amount,  because  this  would  be  the  point  at  which  the  specific  resistances  of  the 
existing  vapour  and  mist  and  of  those  added  would  be  most  different.  Therefore  the 
curve  would  rise  suddenly  at  E.  After  this,  each  addition  to  the  normal  current 
would  make  the  change  of  specific  resistance  due  to  the  same  added  small  non-normal 
increment  of  current  smaller  and  smaller,  so  that  the  curve  would  fall  towards  the 
axis  of  current  as  shown  in  F  G  (fig.  13).  Finally,  there  would  already  be  so  much 
solid-carbon  vapour  and  mist  in  the  arc  that  the  addition  of  a  little  more  would 
make  practically  no  change,  so  that  this  curve  also  is  asymptotic  to  the  axis  of 
current.  The  fact  that  the  arc  is  never  really  quite  central,  and  that  the  volatilising 
surface  must  therefore  cover  a  little  solid  carbon  long  before  it  is  larger  than  the 
core,  must  introduce  some  modifications  into  the  first  part  of  the  curve,  shortening 
D  E,  and  making  E  F  rise  less  abruptly,  something  like  D  E'  F'  G,  but  these 
modifications  are  unimportant. 
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Fig.  13.    Suggested  curves  connecting  the  part  of  3y/8A  that  depends  on  the  change  in  the  specific 
resistance  of  the  arc  with  the  direct  current  for  a  constant  length  of  arc. 

When  both  carbons  are  cored,  the  curve  must  be  like  D  E  H  K,  or  rather 
D  E"  H'  K,  because  the  eflPect  of  the  metallic  vapour  from  the  negative  core  will  be 
added  to  that  of  the  positive  core,  and  the  change  of  specific  resistance,  when  solid- 
carbon  mist  begins  to  be  added,  will,  therefore,  be  greater. 


How  the  Whole  Value  ofSV/BA  is  Affected  by  Coring  Eithet*  or  Both  Carbons. 

By  combining  the  two  changes  in  the  resistance  of  the  arc  introduced  by  the  core, 
viz.,  that  due  to  the  changes  in  the  cross-sections  of  the  arc,  and  that  produced  by 
the  alterations  in  its  specific  resistance,  we  can  see  how  the  complete  value  of  S V/8A 
is  afiected  by  the  core. 

From  what  has  been  said  on  p.  329  it  is  clear  that,  if  the  cross-section  ratios  in 
Tables  V.  and  VI.  can  be  considered  typical,  SV^/SA  never  has  a  greater  negative 
value  when  the  positive  carbon  alone  is  cored  than  when  both  are  solid ;  never  a 
greater  negative  value  when  the  negative  alone  than  when  the  positive  alone  is 
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cored,  and  never  a  greater  negative  value  when  both  are  cored  than  when  the 
negative  alone  is  cored,  the  conditions  as  to  current  length  of  arc,  &c.,  being  the  same 
in  all  cases.  But  SV,/SA  is  zero  when  both  carbons  are  solid,  is  greatest  when  both  are 
cored,  and  has  always  some  positive  value,  however  small,  when  either  carbon  alone 
is  cored.  Consequently,  when  the  superimposed  alternating  current  alters  the 
resistance  of  the  arc,  if  all  other  things  are  equal,  the  sum  of  these  two,  i.e.,  SV/8A,  is 
more  positive  when  either  carbon  is  cored  than  when  both  are  solid,  and  most  positive 
when  both  are  cored. 

The  general  effect  on  8V/8A  of  coring  either  or  both  carbons  is  given  in  the 
preceding  paragraph,  but  with  a  given  root  mean  square  value  of  the  alternating 
current  SV/8A  depends  not  only  on  the  nature  of  the  carbons,  but  also  on  the 
frequency  of  the  alternating  current,  the  magnitude  of  the  direct  current,  and  the 
length  of  the  arc.  To  complete  our  knowledge  of  the  influence  of  cores  on  the  value 
of  8V/8A  therefore,  we  must  examine  the  effect  they  produce  on  the  curves 
connecting  each  of  these  variables  with  8V/8A  when  the  others  are  constant.  Take 
first  the  curves  connecting  8V/8A  with  the  frequency  of  the  alternating  current. 


The  Change  Produced  in  the  Curve  Connecting  8V/8A  with  the  Frequency  of  the 
Altei^naiing  Current,  hy  Coring  Either  or  Both  Ca/rhons. 

ABC  (fig.  14),  which  is  copied  from  fig.  10,  is  the  curve,  connecting  SV/8A  with  the 
current-frequency  for  solid  carbons.  Since  for  moderate  frequencies  8V/8A  is  always 
most  positive  when  both  carbons  are  cored,  and  more  positive  when  one  is  cored  than 
when  both  are  solid,  the  curve  when  both  carbons  are  cored  must  resemble  D  E  F, 
and  the  curves  for  one  carbon  cored  and  the  other  solid  must  lie  between  ABC,  and 
D  E  F,  but  we  have  no  means  of  knowing  which  of  the  two  will  start  the  higher.  It 
follows,  therefore,  that  the  fi:equency  with  which  8V/8A  becomes  positive,  if  it  is  not 
already  positive,  for  normal  changes  of  current  (i.e.,  for  frequency  0),  must  be  lower 
when  one  carbon  is  cored  than  when  both  are  solid  and  lowest  when  both  are  cored. 
Thus,  with  the  same  direct  current  and  length  of  arc,  8V/8A  may  be  positive  for  all 
four  sets  of  carbons,  as  at  the  points  C,  P,  K,  and  F,  or  positive  for  some  and  negative 
for  others  as  at  B  N  H  and  E,  or  negative  for  all.  Moreover,  since  the  true  resistance 
of  the  arc  is  greatest  when  both  carbons  are  solid  and  least  when  both  are  cored,  and 
smaller  when  the  positive  alone  than  when  the  negative  alone  is  cored,  the  hainzontal 
part  of  the  curve,  which  shows  the  true  resistance  of  the  arc,  must  be  highest  when 
both  carbons  are  solid,  next  highest  for  +  solid  —  cored  carbons,  lower  for  +  cored 
—  solid  carbons,  and  lowest  of  all  when  both  are  cored.  Hence,  since  the  curve  for 
two   solid   carbons   starts   lowest,  it  must  cut  all  the   others  at  some   fairly  high 
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frequencies,  and  that  for  two  cored  carbons,  which  starts  highest,  must  also  cut  the 
other  two,  so  that  the  curves  will  be  like  I  (fig.  14),  if  the  curve  starts  lower  when 


zero  line  of  SV/SA. 


E 


aero  line  of  5V/8A. 


Fig.  H.    Suggested  curves  connecting  3y/8A  with  the  frequency  of  the  superimposed  alternating  current 

for  a  constant  direct  current  and  length  of  arc. 

the  positive  alone  is  cored,  than  when  the  negative  alone   is   cored;   and  like  II 
(fig.  14)  if  it  starts  higher. 


The  Effect  Produced  by  Coring  Either  or  Both  Carbons  on  the  Curve  Connecting  the 
Non-Normal  Value  of  8V/SA  with  A,  when  the  Length  of  the  Arc  is  Constant. 

Take  next  the  curves  connecting  8V/8A  with  the  normal  direct  current,  when  the 
length  of  the  arc  and  the  frequency  of  the  alternating  current  are  constant. 

In  Tables  V.  and  VI.,  pp.  327,  328,  the  cross-section  ratios  for  solid  carbons  difier 
less,  on  the  whole,  fi'om  the  corresponding  current  ratios  the  larger  the  current  on  which 
the  increase  of  2  amperes  has  been  superimposed.  This  shows  that  with  solid  carbons, 
when  the  length  of  the  arc  is  constant,  8V/8A  diminishes  as  the  current  increases. 
Consequently  the  curve  connecting  8V/8A  with  A  for  solid  carbons  is  of  the  form 
ABC  (fig.  15).  With  cored  carbons  the  curves  depend  not  only  on  8Vc/A,  which 
is  obtained  from  Tables  V.  and  VI.,  but  also  on  8V,/8A,  the  curves  connecting  which 
with  A  are  given  in  fig.  13.  The  curves  connecting  SV^/8A  with  A  cannot  be  obtained 
straight  from  Tables  V.  and  VI.,  because  the  values  are  too  irregular,  but  we  can 
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deduce  them  from  what  we  already  know.  For  instance,  when  the  positive  carbon 
alone  is  cored,  it  must  have  the  same  form  A  B  C,  as  when  both  are  soUd,  since  the 
change  of  cross-section  due  to  a  given  change  of  current  is  not  materially  altered  by 
coring  the  positive  carbon  alone.  Coring  the  negative  carbon  alone  diminishes  the 
negative  value  of  SV^/8A,  and  must  diminish  it  most  when  the  current  is  least,  for  it 
is  then  that  the  metallic  vapour  from  the  core  will  be  expended  on  the  smallest 
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Fig.  15.    Suggested  curve  coimectdng  the  part  of  SY/SA  that  depends  on  changes  in  the  cross-section  of 
the  arc  with  the  direct  current  for  a  constant  length  of  arc. 

quantity  of  hard  carbon  mist,  and  will  consequently  have  most  effect.  Hence  the 
curve  for  a  cored  negative  and  solid  positive  carbon  must  resemble  D  E  F  (fig.  15), 
and  the  current  for  which  SV^/SA  becomes  positive,  if  any,  will  depend  upon  the 
length  of  the  arc  and  the  frequency  for  which  the  curve  is  drawn.  Finally,  with  both 
carbons  cored,  SV^/SA  is  even  more  positive  than  when  the  negative  only  is  cored,  so 
that  the  curve  must  resemble  G  H  K  (fig.  15),  since  the  same  reasoning  as  before 
shows  that  the  cores  have  least  effect  when  the  current  is  largest. 

To  find  the  ftill  curves  connecting  8V/8A  with  A,  for  each  pair  of  carbons,  we  have 
only  to  add  each  ordinate  of  each  curve  in  fig.  13  to  the  corresponding  ordinate  of  the 
curve  for  the  same  carbons  in  fig.  15.  Curves  resembling  those  that  would  be  thus 
obtained  for  one  length  of  arc  and  frequency  of  alternating  current  are  given  in 
fig.  16.  The  exact  distance  of  each  above  or  below  the  zero  line,  and  the  e^act  points 
where  it  cuts  that  line  must,  of  course,  depend  upon  the  length  of  arc  and  frequency 
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of  alternating  current  for  which  the  curves  are  drawn,  but  their  relative  shapes  and 
positions  must  be  similar  to  those  in  fig.  16  whatever  the  length  of  the  arc  and  the 
frequency. 
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Fig.  16.    Suggested  curves  connecting  8V/8A  with  the  direct  current  for  a  constant  length  of  arc. 


The  Effect  Produced  hy  Coring  Either  or  Both  Carhoiis  on  the  Curve  connecting  the 
Non-Normal  Value  of  8V/SA  vdth  the  Length  of  the  Arc  when  A  is  Constant. 

Finally,  we  come  to  the  curve  connecting  8V/SA  with  Z,  the  length  of  the  arc,  when 
the  frequency  of  the  alternating  current  and  the  value  of  the  direct  current  are  both 
constant. 

We  must  refer  first  of  all  to  the  connection  between  SV/SA  and  I  when  both 
carbons  are  solid,  in  order  to  see  how  this  connection  is  varied  by  the  cores.  P  Q 
(fig.  17)  is  the  rise  of  P.D.  that  would  accompany  the  increase  of  current  SA,  with 
an  arc  of  I  millims.,  if  the  resistance  of  the  arc  did  not  alter  with  the  current.  Q  R 
is  the  fall  of  P.D.  due  to  the  enlargement  of  the  vapour  film  and  the  mist  (the 
frequency  of  the  superimposed  alternating  current  is  taken  too  great  for  the  carbons 
to  be  able  to  change  their  forms).  When  the  current  increases  from  A  to  A  +  SA, 
therefore,  the  P.D.  actually  falls  from  P  to  R.  Now  the  rise  P  Q  depends  only  on 
the  amount  by  which  the  current  is  increased,  and  the  resistance  through  which  that 
increased  current  has  to  flow,  ?'.e.,  on  8 A,  A,  and  Z;  or,  since  A  and  SA  are  supposed 
to  be  the  same  for  each  length  of  arc,  P  Q  depends  simply  on  Z,  and  increases  when 
I  increases. 
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The  fall  of  P,D.— Q  R — is  more  complex.  It  depends  principally  on  how  much  of 
the  extra  carbon  volatilised  by  the  larger  current  remains  between  the  carbons,  and 
how  much  escapes  along  them.  When  the  carbons  have  short  thick  ends  more  will 
remain  than  when  they  have  long  pointed  ones,  and  as  the  ends  of  the  carbons  are 
thicker,  with  the  same  current,  the  longer  the  arc,  a 
small  increase  of  current  will  diminish  the  resistance  of 
the  arc  more,  the  longer  the  arc.  But  the  blunting  of 
the  carbons,  which  is  a  rapid  affair  when  the  arc  is  short, 
takes  place  more  and  more  slowly  as  it  is  lengthened,  till 
at  last  the  addition  of  a  millimetre  or  so  to  the  length  of 
the  arc  makes  practically  no  difference  in  the  shapes  of 
the  carbons.  Hence  the  diminution  of  resistance  due 
to  the  addition  of  8A  to  the  current  increases  rapidly  at 
first,  when  the  arc  is  short,  and  more  and  more  slowly 
as  the  arc  lengthens,  till  finally  it  becomes  practically 
constant ;  and  hence  also,  Q  R — the  fall  of  P.D.  accom- 
panying this  diminution — increases  more  and  more  slowly 
as  the  arc  is  lengthened.  Thus,  while  the  rise  of  P.D. — P  Q — increases  at  a  constant 
rate  as  the  arc  is  lengthened,  the  fall,  Q  R,  increases  at  a  diminishing  rate.  While 
the  arc  is  so  short,  therefore,  that  Q  R  increases  more  rapidly  than  P  Q  when  I  is 
increased,  the  whole  fall  of  P.D. — P  S — will  increase,  with  the  length  of  the  arc,  or, 
since  P  S  is  —  8V  and  SA  is  the  same  for  all  the  lengths  of  arc,  —  SV/SA  increases 
as  the  arc  is  lengthened.  When  the  arc  is  so  long  that  P  Q  increases  faster 
than  Q  R,  P  S,  and,  therefore,  —  8V/8A  will  diminish  as  the  arc  is  lengthened. 
Between  the  two  stages  there  must  be  a  length  ot  arc  for  which  —  SV/8A  is  a 
maximum.  The  curve  connecting  —  8V/SA  with  I  for  a  constant  current,  with  solid 
carbons,  must,  therefore,  be  of  the  form  ABC  (fig.  18),  and  there  seems  to  he  no 
reason  tvhy^  with  vei^  long  arcs,  8V/8A  should  not  actually  become  positive,  with 
superimposed  alternating  currents  of  comparatively  low  frequency,  even  with  solid 
carbons. 

The  curves  connecting  SV/8A  with  I,  when  cored  carbons  are  used,  must  resemble 
the  curve  for  solid  carbons,  ABC  (fig.  18),  but  must  be  higher  up  the  figure 
(D  E  F,  G  H  K)  when  one  carbon  is  cored,  and  still  higher  up  (M  N  P)  when  both 
are  cored.  Also,  since  a  change  in  the  specific  resistance  of  the  arc  must  have  more 
effect  on  the  value  of  8V/SA  the  longer  the  arc,  the  distance  between  the  curves  for 
cored  carbons  and  the  curve  for  solid  carbons  must  increase  as  the  arc  is  lengthened, 
as  it  is  made  to  do  in  fig.  18. 

Curves  very  similar  to  those  in  figs.  16  and  18  were  obtained  by  Messrs.  Frith  and 
RoDGERS,  in  1896,  by  actual  measurements  of  8V/8A.  Other  measurements  that 
they  carried  out  at  the  same  time  coincide  with  some  of  the  other  deductions  I  have 
made  concerning  the  influence  of  cores  on  the  value  of  SV/SA.     Hence,  experience,  as 
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far  as  it  goes,  confirms  the  conclusions  to  which  I  have  been  led  by  a  theoretical 
consideration  of  the  conditions.  Since,  therefore,  all  the  principal  phenomena  of  the 
arc  but  one,*  with  cored  and  with  solid  carbons  alike,  may  be  readily  accounted  for 
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Fig.  18.    Suggested  curves  connecting  5y/5A  with  the  length  of  the  arc  for  a  constant  direct  current 

without  recourse  to  any  such  unusual  attributes  as  a  negative  resistance,  or  even  a 
large  back  E.M.F.,  it  seems  superfluous  to  imagine  their  existence  without  stronger 
proof  of  it  than  has  yet  been  obtained. 


*  The  one  exception  is  the  fall  of  potential  of  some  8  to  1 1  volts  at  the  junction  of  the  negative  carbon 
with  the  arc.    This  may  be  a  true  back  E.M.F. 
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Introduction. 

The  nature  of  the  forces  which  come  into  play  when  substances  react  one  upon 
another  chemically,  is  a  problem  which  has  specially  engaged  scientific  minds  during 
the  last  century.  During  the  second  half  of  that  period  chemical  statics  and 
dynamics  have  developed  into  a  veritable  science.  The  general  law  governing  the 
velocity  of  chemical  reaction  and  chemical  equilibrium  in  homogeneous  systems  is 
now  known  as  the  law  of  mass  action,  and  was  to  a  great  extent  foreseen  by 
Berthollet.*    In  heterogeneous  systems  the  law  concerning  the  velocity  of  physical 

*  C.  L.  Berthollet,  *Es8ai  de  Statique  Chimique,'  1803;  Wilhelmy,  1850;  Harcourt  and  Esson, 
1866 ;  GULDBERO  and  Waaoe,  1867  ;  van't  Hoff,  1878. 
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or  molecular  transformation  also  proves  to  be  of  a  general  and  simple  nature ;  the 
velocity  being  directly  proportional  to  the  surface  of  contact  of  the  reacting  parts  of 
the  heterogeneous  systems  and  to  the  remoteness  of  the  system  from  the  point  of 
equilibrium.*  The  velocity  of  chemical  reaction  and  chemical  equilibrium  in 
heterogeneous  systems  represent  no  phenomena  sui  generis^  the  laws  concerning 
them  being  only  combinations  of  the  above  two  laws.t  The  laws  relating  to 
equilibrium  found  their  rational  explanation  and  foundation  in  the  thermodynamic 
researches  of  Horstmann,  and  more  fuUy  in  those  of  W.  Gibbs  and  van't  Hoff, 
whilst  the  laws  applying  to  the  velocity  of  reaction  in  homogeneous  systems  are  the 
result  of  van't  Hoff's  thermodynamic  considerations. 

In  all  the  above  researches  the  phenomena  of  the  velocity  of  chemical  reaction  and 
of  chemical  equilibrium  are  the  outcome  of  those  intrinsic  properties  of  matter, 
always  existent  in  and  inseparable  from  it,  which  we  usually  caU  chemical  aflSnity  or 
chemical  potential.  It  is  known,  however,  that  a  system  can  be  brought  into  a  state 
of  reaction,  and  that  new  systems  and  new  equilibria  can  be  formed,  when  energy 
from  an  external  source,  such  as  light  or  electricity,  is  introduced  into  it.  The  effect 
of  an  electric  current  upon  a  chemical  system,  e.gr.,  is  determined  by  Faraday's  law 
of  electrolysis,  whilst  the  thermodynamic  connexion  between  chemical  and  electrical 
(and  gravitation)  energy  has  been  developed  by  W.  Gibbs. 

The  object  of  this  investigation  was  to  ascertain,  if  possible,  the  laws  governing 
the  velocity  of  chemical  reaction  and  chemical  equilibriimi  when  this  is  caused  by  the 
introduction  of  light  energy  into  the  system.  Is  the  velocity  directly  proportional  to 
the  amount  of  the  light  energy  introduced  or  absorbed  by  the  system  in  the  imit  of 
time,  independent  of  the  reacting  masses  or  concentrations,  i.e.,  is  the  law  here 
analogous  to  that  of  Faraday  for  electrolysis,  or  is  the  velocity  of  reaction  some 
function  of  the  reacting  masses  ?  What  are  the  laws  governing  chemical  equilibrium 
as  affected  by  light  ?  It  is  evident  that  to  furnish  an  answer  to  the  above  problems 
careful  experiments  bearing  directly  on  the  fundamental  issues  in  question  and 
a  careful  theoretical  consideration  of  the  results  so  obtained  are  absolutely  needed. 
This  is  the  more  imperative  as  from  the  hundreds  of  reactions  known  to  be  caused  or 
influenced  by  lightj  not  half  a  dozen  can  be  found  suitable  for  quantitative  measure- 
ments. 

It  soon  appeared  that  the  chemical  reaction  chosen  for  the  study  of  the  laws  of 
chemical  kinetics  must  be  very  simple  and  as  far  as  possible  uncomplicated  by 
secondary  phenomena.  The  chemical  action  observed  must  be  caused  by  light  alone, 
and  stop  when  light  is  removed.  Bunsen  and  Roscoe's  reaction  (Hg  +  CU  =  2HC1) 
seems  to  fulfil  these  conditions,  but  inasmuch  as  no  change  of  volume  takes  place,  no 

*  See  M.  WiLDERMAN,  «Zeit8.  Physik.  Chem.,'  1899,  30,  p.  341,  and  especially  'Phil.  Mag.,'  1901, 
July,  p.  50. 

t  See  •  Zeits.,'  loc.  cU.,  pp.  363-382. 

I  See  Eder's  '  Handbuch  der  Photographie.' 
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answer  could  be  afforded  to  the  question  whether  the  velocity  of  reaction  is  a  fiinction 
of  the  varying  masses  or  concentrations  of  the  combining  substances  or  not,  unless 
the  hydrochloric  acid  formed  is  as  rapidly  removed  as  it  is  formed  during  the  reaction. 
A  secondary  reaction  would  thus  take  place  which  would  complicate  the  principal 
reaction.  For  these  and  similar  reasons*  Davy's  reaction  (CO  +  Clg  =  COClg)  was 
chosen  for  study.  The  reaction  occurs  only  in  light,  the  gases  can  be  used  in  a  dry 
state,  and  the  volume  of  the  mixed  gases  changes,  two  volumes  of  the  original 
mixture  producing  one  volume  of  the  compound. 

Since  highly  dried  gases  combine  very  slowly,  it  was  obvious  that  an  artificial 
source  of  light  must  be  employed,  which  should  be  at  the  same  time  of  great  actinic 
power  and  susceptible  of  being  maintained  constant  in  its  intensity  for  long  periods. 
At  the  suggestion  of  Dr.  Ludwig  Mond  the  acetylene  light  was  finally  decided  on, 
as  it  is  rich  in  actinic  rays  and  its  spectrum  closely  resembles  that  of  sunlight. 
Apparatus  was  devised  for  producing  a  flame  constant  in  intensity  and  composition. 
Arrangements  were  made  for  measuring  the  intensity  of  the  light  with  an  accuracy 
to  O'l  per  cent.,  and  suitable  methods  chosen  for  the  preparation  of  pure  chlorine  and 
carbon  monoxide.  A  preliminary  study  extending  over  two  and  a  half  years  was 
made  of  the  conditions  under  which  the  experiments  must  be  conducted  so  as  to  give 
not  only  concordant  but  accurate  results,  i.e.y  results  free  from  constant  errors.  The 
general  arrangement  of  an  experiment  was  as  follows  : — 

Pure,  dry  chlorine  and  carbon  monoxide  were  fi'eshly  prepared  in  the  dark,  and 
there  introduced  into  a  reaction  vessel,  connected  with  a  manometer  to  indicate  the 
variation  of  pressure  during  the  reaction.  The  reaction  vessel  was  placed  behind  a 
quartz  window,  in  a  water  bath  kept  at  a  constant  temperature,  and  exposed  to  a 
powerful  acetylene  light.  The  acetylene  light  was  kept  of  constant  intensity  and 
free  from  smoke  by  means  of  a  special  generator,  balance  governor,  regulating  tap, 
purifier  and  burner.  The  intensity  of  the  acetylene  light  was  measured  by  means  of 
a  Rubens'  thermopile  and  the  deflections  of  a  galvanometer,  and  the  observed  values 
standardized  by  means  of  a  Clark  cell  and  manganin  resistances.  The  variations  of 
the  pressure  in  the  reaction  vessel  were  read  on  the  scale  of  the  manometer  by 
means  of  a  cathetometer.  After  applying  corrections  for  the  variation  of 
temperature  of  the  bath,  atmospheric  pressure,  &c.,  the  experimental  results 
representing  the  rate  of  formation  of  carbonyl  chloride  from  chlorine  and  carbon 
monoxide  were  subjected  to  a  theoretical  investigation. 


*  See  Mbllor,  *  Journal  of  the  Chemical  Society,'  1901,  p.  227. 
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PART  L 

General  Arrangements  for  the  Preparation  of  Pure  01^  and  CO,  and 
FOR  Filling  the  Reaction  Vessel.     (See  Diagram  1.) 

A  Topler  pump  is  connected  with  one  arm  (1)  of  the  T-tube,  and  a  double- 
cylinder  Fleuss  pump  with  the  second  (2),  the  third  (3)  carries  the  manometer  (4), 
and  is  connected  with  the  rest  of  the  apparatus  by  tube  (5).  A  3-way  tap  connects 
either  (1)  or  (2)  with  (6). 

On  the  left  of  the  diagram  the  apparatus  for  producing  pure  chlorine  is  shown. 
Tube  (7)  containing  cupric  chloride  was  heated  by  one  small  flame ;  the  chlorine 
formed  passes  through  tube  (8)  containing  phosphorus  pentoxide  which  is  connected 
with  the  reaction  vessel  whenever  it  is  to  be  filled  with  chlorine.  Before  filling  the 
reaction  vessel  with  chlorine,  the  cupric  chloride  and  phosphorus  pentoxide  tubes 
were  exhausted  and  heated  till  a  vacuum  of  '01  millim.  was  obtained.  Chlorine  was 
produced  by  heating  the  cupric  chloride  tube,  the  chlorine  then  removed,  and  a 
fiirther  supply  prepared  and  directly  used  for  the  experiment. 

On  the  right  of  the  diagram  the  apparatus  for  producing  pure  carbon  monoxide  is 
shown.  Vessel  (10)  contains  sodium  formate  and  concentrated  sulphuric  acid,  vessel 
(9)  contains  a  concentrated  solution  of  potassium  hydroxide.  When  the  mercury 
tap  (11)  is  closed,  the  carbon  monoxide  formed  bubbles  through  the  mercury  in 
vessel  (12).  When  the  tap  is  opened  it  passes  through  the  U-tube  (13)  containing 
pieces  of  caustic  potash,  then  through  the  long  tube  (14)  containing  phosphorous 
pentoxide  to  the  receiver  (15),  which  was  chosen  of  a  large  size  so  that  the  gas 
should  be  as  little  contaminated  with  air  as  possible.  This  vessel  (15)  was  closed  by 
the  mercury  taps  (16),  (17)  and  (6),  and  was  further  protected  from  contamination 
with  air  by  the  tube  between  the  taps  (16),  (6)  and  (17)  being  filled  with  pure 
carbon  monoxide.  Special  precautions  were  taken  to  keep  the  carbon  monoxide  in 
(15),  (14)  and  (13)  pure  ;  while  the  carbon  monoxide  fi'om  the  tube  between  (16),  (6) 
and  (17)  was  from  time  to  time  completely  removed  by  pumping  and  heating,  and 
the  tube  again  filled  with  pure  carbon  monoxide  from  (15).  Before  filling  the  glass 
bulb  (18)  with  carbon  monoxide,  every  vessel  containing  the  gas  was  first  evacuated 
to  about  *01  millim.,  fi:esh  gas  was  again  prepared  and  immediately  used  for  the 
experiment. 

In  the  middle  of  the  diagram  the  reaction  vessel  (II)  is  shown,  into  which  carbon 
monoxide  and  chlorine  are  brought  together  for  exposure  to  light.  This  consists  of 
a  glass  cylinder  with  ground  flanges  on  which  two  parallel  quartz  plates  are  fixed, 
one  in  front  and  the  other  at  the  back.  A  capillary  tube  (19)  connects  the 
manometer  E  with  the  reaction  vessel,  and  with  the  tube  (20)  through  which  the 
chlorine  gas  is  passed  from  the  cupric  chloride  tube  into  the  quartz  vessel.     The 
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latter  is  also  connected  with  the  hulb  (18),  (21)  and  (22)  being  mercury  taps.  The 
bulb  (18)  is  connected  with  a  manometer  (E')  and  is  filled  first  with  carbon 
monoxide.  The  pressure  of  carbon  monoxide  in  (18)  should  be  greater  than  the 
pressure  of  chlorine  in  the  quartz  vessel  (11).  By  opening  the  tap  (21)  the  carbon 
monoxide  is  allowed  to  pass  into  the  quartz  vessel  (II).  No  chlorine,  as  direct 
careful  tests  showed,  passes  under  such  circumstances  into  the  bulb  (18). 

I  now  pass  to  a  more  detailed  description  of  the  apparatus  used. 

The  Reaction  Vessel  (fig.  II.),  was  a  glass  cylinder  of  3*65  centims.  diameter, 
3 '6  centims.  long  (capacity  =  41*26  cub.  centims.),  with  flanges  6  millims.  wide  at 
each  end  (as  in  fig.  II.).  The  flanges  were  very  carefully  ground  so  that  the  two 
perfectly  smooth  quartz  plates,  when  placed  on  them,  fitted  perfectly,  and  an 
excellent  vacuum  could  be  obtained.  The  quartz  plates,  with  parallel  surfaces, 
45  sq.  millims.,  and  about  2  millims.  thick,  were  cut  out  perpendicularly  to  the  optical 
axis,  and  were  optically  pure.  The  front  plate  turned  the  plane  of  polarisation  to 
the  left,  the  back  to  the  right. 

Since  chlorine  acts  on  any  cement  which  could  be  used  for  the  purpose  of  keeping 
B,  vacuum,  the  quartz  plates  were  placed  directly  on  the  well-ground  flanges  of  the 
glass  cylinder,  and  melted  Grookes'  cement,  consisting  of  beeswax  and  resin 
(proportions,  5  parts  beeswax  to  8  parts  resin)  put  on  outside  where  the  outer  edges 
of  the  quartz  plates  met  the  glass  flanges,  care  being  taken  that  the  cement  was 
properly  melted  and  fi'ee  from  air.  The  corners  of  the  quartz  plates  projecting  over 
the  flanges  and  those  parts  of  the  glass  flanges  which  remain  uncovered  by  the 
quartz  plates  were  then  covered  up  with  melted  Crookes'  cement,  the  whole  being 
heated  and  made  smooth  and  firm  by  a  very  small  flame.  In  this  condition  the 
vessel  can  preserve  a  very  high  vacuum  for  a  very  long  time.  The  cement  was  then 
covered  with  a  varnish  of  pitch  in  benzine  to  protect  the  cement  fi-om  the  action  of 
water,  and  allowed  to  become  thoroughly  dry  The  outside  of  the  cylinder  was  also 
covered  with  pitch  so  that  light  might  only  enter  through  the  quartz  plates. 

In  the  capillary  tube  (23),  at  the  bottom  of  the  glass  cylinder,  an  iron-nickel  couple 
was  fixed  to  measure  the  temperature  of  the  ga^  in  the  inside  of  the  cylinder  during 
the  reaction.  Two  very  fine  iron-and-nickel  wires  (about  0*1  millim.  diameter)  were 
made  considerably  thinner  at  their  ends  (0  05  to  0*02  millim.)  by  repeated  alternate 
immersions  in  nitric  acid  and  in  water.  About  1  centim.  of  the  two  very  fine  ends 
were  twisted  together  and  a  trace  of  melted  soft  solder  put  on  the  extreme  ends.  On 
bringing  it  near  a  flame,  the  solder  melted  and  ran  down  the  twisted  wires  and  was 
quickly  shaken  off*,  forming  only  a  very  thin  film  of  solder  between  the  wires.  The 
soldered  ends  were  then  washed  and  all  but  2  millims.  of  the  connected  ends  were 
removed.  Tlie  two  wires  were  then  covered  with  shellac  and  a  thin  layer  of  pitch. 
The  very  thin  double  wire  (perhaps  0*2  millim.)  was  then  passed  through  the  very 
narrow  capillary  tube  (23)  projecting  about  ^  millim.  into  the  cylinder,  and  fixed  at 
the  bottom  in  the  capillary  tube  by  a  trace  first  of  pitch,  then  of  Crookes'  cement. 
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and  then  again  of  pitch.  This  thermopile  was  very  sensitive  to  variations  of  tem- 
perature, and  does  not  interrupt  any  essential  portion  of  the  light  on  its  passage 
through  the  quartz  vessel  to  the  back  plate.  The  second  iron-nickel  thermocouple 
was  wound  outside  the  tube  as  near  as  possible  to  the  first  couple  in  the  glass 
cylinder,  the  two  iron-and-nickel  wires  being  drawn  up  round  the  cylinder,  and  then 
wound  up  round  the  capillary  tube.  These  wires  were  first  covered  with  shellac  and 
then  with  pitch  varnish.  The  thermopile  assumed  the  temperatiu:e  of  the  air  or  gas, 
owing  to  its  extreme  thinness,  with  very  great  rapidity.  Subsequently  a  thin,  glass 
bulb  of  similar  volume  was  used  instead  of  the  quartz  vessel. 

The  capillary  tubes  used  were  of  a  very  narrow  diameter.  The  capillary  tube  E 
of  the  manometer  was  necessarily  somewhat  wider,  so  that  the  mercury  might 
move  easily,  and  rapidly  assume  equal  levels  in  both  arms  of  the  U-tube,  A  length 
of  1557  centims.  of  the  capillary  of  one  of  the  manometers  contained  9  476  grams  of 
mercury  =  0701  centim.  The  total  volume  of  the  capillary  tubes  in  the  manometer 
over  the  mercury  during  the  experiments  (20  to  50  centims.,  &c.)  is  very  small  in 
comparison  with  the  volume  of  the  cylinder  of  the  quartz  vessel,  which  is  over 
40  cub.  centims.,  amounting  to  only  a  few  tenths  of  1  per  cent.  The  manometer 
contained  a  layer  of  concentrated  sulphuric  acid  (about  10  centima  long),  enough  to 
protect  the  mercury  from  the  chlorine.  The  concentrated  sulphuric  acid  freed  the 
capillary  tube  from  any  specks  of  dust,  thus  enabling  the  mercury  to  move  in  it  much 
more  easily.  The  acid  must  be  heated  in  vacuo  after  it  is  brought  into  the  capillary 
to  remove  air  and  sulphurous  acid.  Only  after  the  sulphuric  acid  has  been  heated  in 
vacuo  can  a  very  high  vacuum  be  obtained  which  will  remain  constant  for  any  length 
of  time.  In  filling  the  capillary  tubes  with  the  sulphuric  acid  and  mercury,  the  part 
of  the  apparatus  between  (22)  and  (190>  which  can  be  separated  from  the  other  parts, 
is  kept  almost  in  a  horizontal  position,  the  open  tube  of  the  manometer  being  con- 
nected with  a  tube  dipping  into  a  small  beaker  of  mercury  covered  by  concentrated 
sulphuric  acid.  Tap  (22)  being  closed,  tube  (19')  is  held  over  the  mercury  in  the 
concentrated  sulphuric  acid  till  a  few  centims.  of  sulphuric  acid  rise  in  the  tube,  and 
then  dipped  into  the  mercury,  allowing  it  to  foUow  the  sulphuric  acid.  If  the  mercury 
column  is  broken  by  sulphuric  acid,  the  coliunn  is  driven  out  from  the  capillary  by 
forcing  air  into  the  vessel  at  (19')  until  most  of  the  acid  is  expelled  from  the  capillary, 
when  the  tube  is  refilled.  The  capillary  U-tube  of  the  manometer  was  calibrated  in 
the  usual  way.  Since  concentrated  sulphuric  acid  adheres  to  the  glass,  the  sulphiu:ic 
acid  column  is  shorter  when  the  mercury  is  low  and  longer  when  it  is  high,  especially 
if  the  mercury  is  moving  rapidly  up  and  down.  During  the  experiment  upon  the 
velocity  of  reaction  the  movement  of  the  mercury  is  so  slow  that  uniform  results 
are  obtained ;  but  a  reading  must  be  made  of  the  levels  of  both  mercury  and 
sulphuric  acid. 

The  density  of  the  sulphuric  acid  used  was  easily  found  from  the  heights  of  the 
sulphuric  acid  and  of  the  mercury  in  both  arms  of  the  manometer  when  exposed  to 
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the  pressure  of  the  atmosphere.  The  U-tube  of  the  manometer  was  fixed  on  a  glass 
scale  silvered  on  the  back  to  avoid  parallax,  the  readings  of  the  scale  were  easily- 
made  by  means  of  a  cathetometer  to  0*05  millim.*  As  the  experiments  proceeded,  it 
was  found  that  there  was  no  possibility  of  protecting,  by  means  of  mercury  taps,  the 
gas  mixture  in  the  quartz  vessel  from  contamination  with  air  for  more  than  a  few 
hours,  even  when  to  the  mercury  taps  capillary  tubes  were  added  containing  the  same 
reacting  gases  as  the  quartz  vessel,  with  a  second  mercury  tap  at  each  end.  The 
tubes  of  the  quartz  vessel  on  both  sides  were  sealed  for  this  reason  by  means  of  a 
hand  blow-pipe  as  soon  as  the  quartz  vessel  was  filled  with  the  gas  mixture.  Later 
on  the  quartz  vessel  had  to  be  abandoned  altogether,  chiefly  for  the  reason  that  it 
could  not  be  heated  before  filling  the  reaction  vessel  with  the  gases ;  more  reliable 
results  were  then  obtained  with  a  thin  bulb  of  very  pure  glass  than  with  the 
quartz  vessel. 

Filling  the  Reaction  Vessel  with  Carbon  Monoxide  and  Chlorine. 

Having  read  the  position  of  the  meniscus  of  the  sulphuric  acid  and  of  the  mercury 
on  both  arms  of  the  manometer,  the  apparatus  was  exhausted,  every  part  of  it  being 
heated  to  expel  the  air  which  persistently  sticks  to  the  glass  walls  of  the  apparatus. 
Since,  however,  the  quartz  vessel  (owing  to  the  Crookes'  cement  and  pitch)  could  not 
be  heated,  the  complete  removal  of  the  air  was  effected  as  follows : — Having  connected 
the  pumps  through  (1)  and  (2)  with  (6),  the  taps  (6),  (17),  (22),  (21)  and  (28)  being 
open  and  the  taps  (16)  and  (11)  closed,  all  the  vessels  (7),  (8),  (E),  (H),  (18),  (E'), 
(S),  (R),  (19),  (3),  (2),  (1)  and  (4)  were  exhausted  first  by  the  Fleuss  and  then  Topler 
pump,  and  all,  except  the  quartz  vessel  (II),  were  heated.  The  concentrated  sulphuric 
acid  in  (S)  and  over  the  mercury  in  (E)  was  also  heated  until  no  more  gas  was  given 
off.  In  this  way  a  high  vacuum  was  obtained.  The  taps  (6)  and  (28)  were  then 
closed  and  carbon  monoxide  passed  from  its  reservoir  (15)  into  the  bulbs  (S)  and  (18) 
and  to  the  quartz  vessel  (II)  until  the  pressure  was  about  10  centims.  The  carbon 
monoxide  was  then  removed  by  exhaustion,  (16)  and  (28)  being  closed  until  a  good 
vacuum  was  indicated  by  the  Topler  pump,  when  the  vessels  were  again  filled  with 
carbon  monoxide.  This  was  repeated  several  times  till  the  air  was  completely  removed 
from  the  walls  of  the  quartz  vessel.  Better  results,  however,  were  obtained  when  a 
thin  bulb  of  pure  glass  was  used  and  the  bulb  heated  during  the  evacuation.  But 
even  in  this  case,  after  the  first  evacuation  the  bulb  was  filled  with  carbon  monoxide 

*  The  mercury  meniscus  in  the  short  arm  always  remains  as  clear  as  a  mirror.  From  its  position  and 
an  ordinary  calibration  of  the  capillary  tube  of  the  manometer,  the  variation  in  the  mercury  column  can 
be  determined  with  even  greater  accuracy  than  0*05  millim.  The  readings  of  the  mercury  meniscus  in  the 
long  arm  of  the  manometer,  together  with  the  upper  ends  of  the  sulphuric  acid  columns  in  the  two  arms, 
enables  the  length  of  the  sulphuric  acid  columns  to  be  measured  with  an  accuracy  much  exceeding 
0*05  millim.  mercury,  considering  that  the  specific  gravity  of  the  sulphuric  acid  is  only  about  1*85. 
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and  evacuated  to  a  high  vacuum  of  about  001  millira.  Taps  (16),  (17)  and  (21)  were 
then  closed,  and  chlorine  prepared  in  (7)  till  the  pressure  in  the  reaction  vessel 
became  equal  to  about  10  centims.  Tap  (6)  was  connected  with  the  removable 
pump  (M),  and  (M)  and  (R)  heated  and  evacuated,  carbon  monoxide  sent  into  it 
from  (15),  again  evacuated,  and  then  (17)  and  (21)  opened  and  the  chlorine  removed. 
The  taps  (17)  and  (16)  were  then  turned  off,  (6)  connected  with  the  piunps, 
(R)  evacuated,  all  vessels  (13),  (14),  (15),  (R),  (S),  (E')  and  (18)  evacuated,  and 
carbon  monoxide  from  (9)  and  (10)  removed  as  far  as  possible,  partly  by  opening 
tap  (11)  and  then  removing  the  same  from  (15),  &c.,  partly  by  allowing  the  freshly- 
prepared  carbon  monoxide  to  bubble  for  some  time  in  (12).  The  bulbs  (15),  (S)  and 
(18)  were  then  finally  repeatedly  filled,  at  one  atmosphere  pressure  or  more,  with 
fresh  carbon  monoxide  from  (10)  (prepared  in  the  dark,  only  one  incandescent  lamp 
at  a  distance  being  used).  The  quantity  and  pressure  of  the  carbon  monoxide 
introduced  into  the  glass  bulb  (18)  is  known  from  the  volume  of  the  bulb  and  from 
the  indications  of  the  manometer  connected  with  it.  The  tap  (17)  was  then  turned 
off;  the  reaction  vessel  was  next  completely  protected  from  light.  The  tap  (28) 
was  now  turned  on,  and  1  or  2  centims.  of  the  tube  containing  cupric  chloride  was 
then  slowly  and  cautiously  heated  (in  the  dark),  so  as  to  evolve  chlorine  and  to  allow 
it  to  pass  to  the  reaction  vessel  at  a  slow  rate.  From  the  indications  of  the 
manometer  the  amount  of  chlorine  introduced  into  the  quartz  vessel  was  known,  and 
the  production  of  chlorine  was  stopped  by  removing  the  burner  from  the  tube  as 
soon  as  the  desired  quantity  of  chlorine,  which  is  very  small,  had  been  introduced 
into  the  quartz  vessel.  The  capillary  tube  was  immediately  sealed  up  with  a  hand 
blow-pipe  at  i^ — where  it  had  been  previously  drawn  out.  After  the  heated  parts 
had  cooled  down,  the  position  of  the  meniscus  of  the  mercury  and  of  the  concentrated 
sulphuric  acid  was  read  in  both  arms  of  the  manometer  by  means  of  a  faint  light, 
as  well  as  the  temperature  of  the  room  and  the  barometric  pressure.  The  manometer 
(E')  was  again  read,  the  tap  (22)  closed,  the  tap  (21)  opened,  and  the  carbon 
monoxide,  which  is  at  a  greater  pressure  in  (18)  than  the  chlorine  in  the  reaction 
vessel,  was  slowly  allowed  to  pass  through  the  drawn-out  capillary  tube  (at  i^^)  to 
the  quartz  vessel,  so  as  to  keep  the  SO^H^  column  over  the  mercury  the  whole  time 
long  enough,  and  when  the  mercury  no  longer  moved  in  the  manometer  (E),  the 
tap  (21)  was  closed  and  the  capillary  tube  sealed  at  i^^ — where  it  was  previously 
drawn  out.  The  vessel  was  again  allowed  to  cool  and  the  temperature  and  pressure 
readings  again  noted. 

From  the  variation  in  the  height  of  the  manometer  the  quantity  of  carbon 
monoxide  introduced  into  the  quartz  vessel  was  known.  The  volume  of  the  bulb  (18) 
is  immaterial,  if  it  is  of  suflBciently  large  size  to  allow  of  the  introduction  of  any 
desired  quantity  of  carbon  monoxide  into  the  reaction  vessel  The  bulb  (18)  was 
then  taken  off,  the  end  with  the  tap  (21)  immersed  in  a  beaker  containing  a  solution 
of  potassium  iodide,   and   the   tap  opened.      It   was   found  that  with  the  above 
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arrangements,  i.e.,  with  a  thin  capillaiy  tube  drawn  out  at  (i^^)  and  with  an  over- 
pressure of  carbon  monoxide  in  (18),  not  a  trace  of  iodine  (i.e.,  of  chlorine)  can  be 
detected  in  the  bulb  (18),  even  with  such  a  sensitive  reagent  as  freshly-prepared 
starch  solution.  By  leaving  the  tap  (21)  intentionally  open  for  half  an  hour,  only 
small  traces  of  chlorine  could  be  detected  in  the  bulb  (18).  This  shows  that  the 
diffusion  of  the  heavy  chlorine  gas  to  the  top  through  a  very  thin  capillary  into  the 
vessel  containing  carbon  monoxide,  which  is  a  vacuum  for  chlorine,*  is  extraordinarily 
slow.  For  this  reason  the  method  of  filling  the  vessels  must  not  be  reversed, 
i.e.,  we  must  not  fill  the  quartz  vessels  first  with  carbon  monoxide  and  then  with 
chlorine  from  the  bulb,  nor  can  we  uniformly  mix  the  two  gases  in  the  two  vessels 
by  opening  the  tap  (21),  even  when  the  capillary  tube  is  large,  a  method  adopted  in 
many  similar  investigations,  but  which  was  found,  at  any  rate  in  this  case,  to  be 
wrong. 

The  Removal  of  Chlonne  from  Tubes  (7)  and  (8)  and  from  the  Quartz  Vessel. 
Removable  Pump.     (See  fig.  3,  Table  I.) 

Before  passing  to  the  description  of  the  methods  of  preparation  of  pure  chlorine 
and  carbon  monoxide,  a  few  words  must  be  added  as  to  the  mode  in  which  chlorine 
can  be  completely  removed  from  the  vessels  before  a  new  experiment  is  proceeded 
with.  The  removal  of  carbon  monoxide  is  a  simple  matter — this  being  done  by  the 
Topler  pump,  but  chlorine  cannot  be  removed  by  the  Topler  pump,  because  even 
small  quantities  of  chlorine  instantly  attack  the  mercury.  AU  attempts  to  protect 
the  mercury  pump  by  inserting  tubes  with  precipitated  copper  or  mercury  for  the 
absorption  of  the  passing  chlorine  completely  failed.  This,  however,  was  effected  in 
the  following  manner : — The  vessel  (M)  was  connected  through  (30)  with  the  vessels 
containing  chlorine  and  was  heated  and  evacuated  through  the  taps  (29)  and  (31), 
connected  with  (15)  by  means  of  a  Topler  and  Fleuss  pump,  and  while  the  tap  (30) 
was  turned  off,  the  taps  (29)  and  (31)  were  then  turned  off  and  the  tap  (30)  turned 
on.     A  great  part  of  the  chlorine  passes  from  the  vessels  containing  it  into  the 

*  In  this  research  the  velocity  of  combination  of  chlorine  and  carbon  monoxide,  as  a  function  of  the 
reacting  masses,  had  to  be  studied.  A  horizontal  gauge,  as  used  by  Bunsen  and  BosGOE,  could  not  be 
employed,  because  very  great  variations  in  the  reacting  concentrations  or  masses  of  the  gases,  amounting 
to  70-80  per  cent.,  had  to  be  studied.  Thus  a  mercury  manometer  had  to  be  employed.  To  be  able  to 
carry  out  this  research,  in  view  of  the  chlorine  attacking  the  mercury,  advantage  was  taken  of  the 
extremely  slow  diffusion  of  chlorine,  which  in  concentrated  SO4H2  is  still  smaller  than  into  a  vessel  of 
carbon  monoxide,  which  is  a  vacuum  for  chlorine.  If  the  column  of  the  concentrated  SO4H2  over  the 
mercury  in  the  manometer  is  taken  long  enough  (10  centims.),  and  care  is  taken  that  the  filling  of  the 
quartz  vessel  with  chlorine  or  carbon  monoxide  is  very  slow,  so  that  the  concentrated  SO4H2  should  not 
remain  on  the  walls  of  the  capillary  tubes,  but  have  time  enough  to  run  down,  then  we  find  that  the  dry 
chlorine  will  not  attack  the  mercury  for  days,  and  even  weeks.  Sometimes  we  find  after  a  longer  time 
that  the  mercury  meniscus  becomes  a  little  dull,  without,  however,  losing  its  shape,  and  without  the 
mercury  losing  its  mobility,  and  without  interfering  with  accurate  reading. 
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vessel  (M).  The  tap  (30)  was  again  shut  and  the  india-rubber  tube  removed  from 
the  tap  (31).  After  opening  tap  (29)  and  carefully  allowing  air  to  pass  into  (M),  the 
vessel  (M)  was  detached  from  the  rest  of  the  apparatus  at  (32),  where  the  ground 
tube  (N)  perfectly  fitted  into  the  neck  of  (M).  The  chlorine  was  then  removed  from 
(M)  by  blowing  through  a  tube  introduced  into  it  through  its  neck ;  (M)  was  now 
replaced  on  the  tube  (N)  and  evacuated.  Chlorine  was  aspirated  into  (M)  and  blown 
out  until  a  pretty  high  vacuum  was  obtained  in  all  the  apparatus.  Air  was  then 
allowed  to  pass  into  the  vessels  which  contained  the  chlorine  and  the  whole  again 
evacuated  directly  by  the  Fleuss  pump,  and  finally  to  a  high  vacuum  by  the  Topler 
pump,  in  the  ordinary  way.  Chlorine  can  now  be  again  prepared  from  the  copper 
chloride  in  (7). 

Experience  has  shown  that  the  only  and  perfectly  reliable  way  of  getting  pure 
gases  fi^ee  from  any  contamination  with  air  is  to  remove,  before  each  experiment,  the 
chlorine  and  carbon  monoxide  (though  they  are  apparently  perfectly  pure)  from  all 
the  heated  vessels  as  completely  as  possible,  and  to  immediately  prepare  perfectly 
fresh  chlorine  and  carbon  monoxide.  As  soon  as  they  are  prepared  they  are  sealed 
up  in  the  quartz  vessel  (or  the  glass  bulb  used  instead  of  it)  as  quickly  as  possible. 

The  Preparation  of  Pure  Gases. 
A.  Preparation  of  Pure  Chlorine.     (See  (7)  and  (8)  in  fig.  1,  Table  I.) 

In  order  to  get  chlorine  free  from  any  admixture  of  air  and  water  vapour,  which 
prove  to  be  most  fatal  to  the  gas  mixture,  and  also  of  any  other  gas,  the  ordinary 
simple  methods  could  not  be  employed.  It  was  therefore  prepared  either  fi-om 
platinous  chloride  or  cupric  chloride  in  a  vacuum.  Cupric  chloride,  suggested  by 
Dr.  LuDWiG  MoND,  has  great  advantages  in  comparison  with  platinous  chloride ;  it  is 
very  much  cheaper,  water  can  be  easily  removed  from  it,  and  there  is  no  danger  that 
oxygen  or  hydrogen  from  the  air  will  be  absorbed  by  the  residue,  as  is  the  case  with 
platinum.  Besides  this,  occluded  gases  cannot  be  completely  removed  from  the 
platinum  unless  by  exhaustion  at  a  temperature  higher  than  that  at  which  platinous 
chloride  gives  off  chlorine.  Cupric  chloride,  so  called  "  purissima,"  always  contains 
hydrochloric  acid.  This,  it  was  found,  cannot  be  completely  removed.  The  cupric 
chloride  was,  therefore,  prepared  from  precipitated  copper  and  chlorine,  taking  aU 
precautions  to  avoid  conditions  which  might  contaminate  the  product  with  hydro- 
chloric acid.  Finely  divided  copper,  precipitated  from  a  solution  of  copper  sulphate 
by  means  of  zinc,  was  placed  in  a  long  combustion  tube  drawn  out  at  both  ends. 
The  hydrogen  current,  first  washed  and  dried,  was  passed  over  the  copper  (heated  to 
a  dull  red  heat)  for  several  hours  to  remove  the  film  of  oxide.  The  tube  was  next 
sealed  at  one  end  and  exhausted,  and  air  was  then  allowed  to  pass  into  the  tube, 
which  was  again  exhausted  and  heated.    The  hydrogen  was  thus  completely  removed. 
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The  end  of  the  tube  was  then  opened  and  a  current  of  chlorine,  prepared  from 
manganese  dioxide  (freed  from  carbonates)  and  concentrated  hydrochloric  acid,  passed 
through  two  wash-bottles  of  water  ancf  two  bottles  of  concentrated  sulphuric  acid, 
was  passed  over  the  reduced  copper. 

Chlorine  combines  with  copper  in  the  cold,  but  as  the  reaction  progresses  the 
copper  and  tube  become  heated  from  one  end  to  the  other.  The  heat  developed  is 
usually  so  great  that  the  cuprous  chloride  formed  melts  to  a  cake.  When  the  contents 
of  the  tube  have  become  green,  the  tube  is  broken,  the  mixture  of  cuprous  and  cupric 
chlorides  is  powdered  and  placed  in  a  Jena  tube  drawn  out  at  both  ends.  The  tube 
is  now  heated  for  its  whole  length  to  about  250-300®,  and  chlorine  is  allowed  to  pass 
over  it  for  a  long  time,  the  tube  being  shaken  from  time  to  time,  when  more  chlorine 
is  absorbed.  The  whole  mass  is  then  allowed  to  cool  in  the  current  of  dry  chlorine. 
From  the  increase  in  the  weight  of  the  tube  and  the  weight  of  the  copper  taken,  the 
amount  of  the  cupric  chloride  formed  can  be  calculated,  and,  if  necessary,  the 
operation  of  passing  chlorine  over  the  heated  mixture  of  cupric  and  cuprous  chlorides 
is  repeated.  There  is  no  necessity  for  the  whole  mass  to  be  transformed  into  cupric 
chloride.  A  current  of  air  is  then  drawn  through  the  tube  to  remove  the  chlorine, 
for  the  reason  stated  above,  and  then  one  end  of  the  tube  is  sealed  up. 

Tube  (7)  with  cupric  chloride  and  cuprous  chloride  thus  prepared  is  now  ready  to 
be  used  for  the  experiment ;  it  is  placed  on  a  combustion  frimace,  one  end  of  it  being 
connected  by  means  of  a  piece  of  india-rubber  tube  used  for  vacua  to  tube  (8), 
containing  phosphorus  pentoxide,  and  the  india-rubber  covered  with  Crookes'  cement.* 

*  It  was  found  that  no  tube  of  soft  glass  could  be  used,  the  atmospheric  pressure  outside  pressing  the 
glass  in  at  the  places  where  the  tube  was  heated.  Thus  a  tube  of  hard  glass  had  to  be  used.  This,  as 
known,  cannot  be  joined  with  the  soft  glass  of  which  the  glass  cylinder  of  the  quartz  vessel  and  the 
capillary  tubes  are  of  necessity  made.  Since  it  was  found  that  air  (oxygen)  and  water  yapour  are  just 
the  gases  which  are  most  fatal  for  the  gas  mixture,  the  heating  of  cupric  chloride  in  a  vacuum  was 
inevitable,  and  no  other  method  could  be  employed  instead.  Luckily,  the  amount  of  chlorine  gas  required 
for  each  experiment  was  exceedingly  small,  and  only  about  -^  gram.  mol.  of  cupric  chloride  had  to  be 
decomposed  for  each  experiment,  i,e.y  only  1  or  2  centims.  of  the  tube  (7)  had  to  be  heated,  and,  since  the 
filling  of  the  quartz  vessel  with  chlorine  and  carbon  monoxide  had  to  be  carried  out  (for  reasons  given 
above)  glowly,  and  cupric  chloride  decomposes  at  a  comparatively  low  temperature,  this  centimetre  or  two 
of  the  tube  had  to  be  heated  slowly  and  cautiously  with  only  a  comparatively  small  flame.  Tube  (7)  was 
heated  at  the  sealed  end,  which  is  more  removed  from  tube  (8),  and  the  glass  of  (7)  is  made  to  meet  the 
glass  of  (8).  Under  these  conditions  not  only  is  the  glass  of  (7)  and  (8),  where  they  meet,  quite  cool,  but 
the  tube  (7)  is  so  already,  being  30  or  40  centims.  removed  from  (8).  The  gas  passed  the  drawn-out  cold 
tubes  (7)  and  (8),  where  they  meet,  with  the  india-rubber  collar  on  the  top,  for  only  about  10  minutes. 
Under  these  conditions  no  traces  of  the  action  of  chlorine  upon  the  india-rubber  collar  can  be  found  on 
cutting  the  same,  or  by  chemical  analysis.  Chemical  analysis,  however,  can  give  us  little  information 
about  small  impurities  when  the  quantities  of  gas  are  so  small  as  those  which  I  had  at  my  disposal. 
There,  however,  still  remains. a  superior  <uialysis  for  impurities,  when  no  chemical  or  physical  method  can 
be  of  any  more  use,  viz.,  the  possibility  of  getting  regular  curves  and  a  velocity  constant.  This  analysis 
showed  that  either  the  chlorine  is  absolutely  free  from  any  impurities,  or  that  they  are  so  small  and  of 
such  a  kind  as  not  to  interfere  with  the  phenomena  under  consideration. 
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Before  the  chlorine  was  prepared  for  the  experiment  the  tube  containing  cupric 
chloride,  (7),  and  the  tube  (8),  with  phosphorus  pentoxide,  were  connected  with  the 
tube  (20)  leading  to  the  quartz  vessel  (II),  a^  heated  and  exhausted  till  the  pressure 
was  reduced  to  not  more  than  O'OI  millim.  In  this  way  the  air  was  first  expelled  from 
all  vessels  and  from  the  cupric  chloride.  The  tap  connecting  all  these  parts  with  the 
mercury  pump  was  then  shut,  and  1  or  2  centims.  of  the  tube  (7)  gradually  heated 
nearly  to  red  heat  and  chlorine  slowly  evolved.  When  the  manometer  indicated 
that  the  pressure  of  the  chlorine  was  about  10  centims.,  the  heating  of  (7),  and  with 
it  the  formation  of  chlorine,  was  stopped.  After  removing  the  chlorine  by  means  of 
the  removable  piunp,  fresh  chlorine  gas  was  admitted.  This  process  was  repeated  to 
expel  the  last  trace  of  air,  when  chlorine  was  again  introduced  and  sealed  up  in  the 
tube. 

B.  Preparation  of  Pure  Carbon  Monoxide.     (See  (9),  (10),  (13),  (14)  and  (15) 

of  figure  (1),  Table  I.) 

Carbon  monoxide  gas  was  prepared  from  sodium  formate  (35  gr.),  and  a  mixture 
of  concentrated  sulphuric  acid  (200  gr.)  and  water  (100  gr.),  the  proportions 
given  by  Lord  Rayleigh.  Carbon  monoxide  is  produced  when  the  mixture  is 
heated,  and  its  formation  is  stopped  when  the  mixture  is  cooled  down  to  the  ordinary 
temperature,  so  that  the  same  solution  can  be  repeatedly  used  for  the  production  of 
carbon  monoxide. 

The  experiment  was  so  arranged  that  neither  the  vessels  nor  the  liquids  used  for 
the  reaction  contained  any  air.  The  sodium  formate  was  introduced  into  (10) 
through  the  neck  (25),  the  stopper  of  which  was  so  well  ground  that  when  covered 
with  vaseline  it  could  stand  a  vacuum  for  any  length  of  time  when  the  pressure  of 
the  carbon  monoxide  in  the  vessel  was  one  atmosphere.  Vessels  (9)  and  (10)  had 
the  U-tube  (13)  containing  pieces  of  caustic  potash,  the  long  and  wide  tube  (14) 
containing  phosphorus  pentoxide  and  the  carbon  monoxide  reservoir  (15),  as  well  as 
the  tube  (R)  between  (16),  (6)  and  (17),  the  purpose  of  which  was  to  protect  the 
carbon  monoxide  in  (15)  from  contamination  with  air,  were  all  heated  and  completely 
exhausted.  During  this  taps  (11)  and  (16)  were  open,  and  taps  (24),  (26)  and  (17) 
were  turned  oft. 

The  air  had  next  to  be  removed  from  the  channels  of  the  taps  (24)  and  (26).  This 
was  affected  in  the  way  shown  in  figure  (4).  After  all  the  vessels  (9),  (10), 
(13),  (14),  (15),  &c.,  were  evacuated  to  a  high  degree,  a  capillary  tube  {t')  with  the 
tap  (T)  at  one  end  and  a  piece  of  india-rubber  tubing  (R)  at  the  other  drawn-out 
end,  was  pressed  tightly  into  the  tube  of  the  fimnel  of  (10),  and  another  simUar 
one  into  the  funnel  of  (9).  (T)  was  turned  off*,  (24)  opened.  After  this  the  same 
was  done  with  tap  (26).  Since  the  volume  of  the  channels  in  the  taps  (24)  and  (26) 
and  the  space  above  them  i^  perhaps  only  0*3  cub.  centim.,  while  the  volume  of  all 
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the  vessels  is  about  1500  cub.  centims.,  the  pressm-e  in  all  the  vessels  is  only  about 
0*15  millim.  The  taps  (24)  and  (26)  were  then  closed  and  tap  (T)  opened  to  allow 
the  removal  of  the  tube  {t').  A  little  water  was  brought  over  the  taps  at  (24) 
and  (26).  Vessels  (9),  (10),  (13),  (14)  and  (15)  were  then  again  brought  to  a  high 
vacuum,   and   it   is   evident   that   the   air   still   contained  in  the   channels   of  the 

taps  (24)  and  (26)  (the  pressure  in  them  being  0*15  millim., 
and  the  volume  about  0*02  centim.)  could  later  on  introduce, 
when  opened  to  allow  liquid  to  pass  through  them  to  (9)  or 
(10),  a  contamination  with  air  into  the  vessels  of  only  about 

^-^K^^  =  0-0000002  miUim.      Taps  (16),    (6),    (17)   and 

(11)  were  now  closed  and  a  concentrated  solution  of  caustic 

potash  in  water,  first  boiled  in  a  vacuum  and  freed  from  air, 

and  kept  in  an  evacuated  flask,  poured  into  the  funnel  of  (24). 

Some   of  the   caustic   potash   solution    was  forced   into   (9) 

^       through  tap  (24),  but  not  so  as  to  reach  the  tube  leading 

from  (9)  to  (10),  to  prevent  the  vapour  pressure  in  (9)  from 

pressing  the  solution  into  (10).     Into  the  ftinnel  of  (24)  a 

mixture  of  two  parts  of  concentrated  sulphuric  acid  and  of  one 

part  of  water  boiled  out  in  vacuo  was  quickly  introduced.  About 

250  cub.  centims.  of  the  sulphuric  acid  solution  was  rapidly 

J1J    ^  passed  into  (10),  and  a  burner  placed  under  it ;  more  caustic 

potash  solution  was  again  passed  into  (9)  until  tube  (32)  in  (9) 

was  covered  about  2  centims.,  when  the  vessel  (10)  was  rapidly 

heated  by  passing  a  flame  round  it.     In  this  way  the  caustic  potash  solution  may  be 

prevented  from  passing  into   (10)   through  tube   connecting   (9)   and   (lo),  and   it 

a  trace  of  it  does  pass  into  (10)  it  is  subsequently  neutralised  by  the  sulphuric  acid 

and  does  not  affect  the  result  in  any  way.     Vessel  (10)  must  be  heated  on  all  sides  to 

avoid  bumping.     Tap  (H)  is  turned  off  during  the  formation  of  carbon  monoxide  to 

prevent  the  distillation  of  water  into  vessels  (13)  and  (14)  containing  solid  caustic 

potash  and   phosphorus  pentoxide.      The   carbon  monoxide  formed   in  (10)  passes 

through  a  solution  of  caustic  potash  in  (9),  leaving  there  any  traces  of  carbonic  acid 

or  of  sulphurous  acid,  and  it  presses  the  mercury  in  (33)  down  until  it  begins  to 

bubble  through  the  mercury  seal  in  (12),  passing  from  there  through  tube  (34)  to  the 

open  air.     The  carbon  monoxide  is  then  pumped  up  at  the  end  (35)  till  the  pressure 

in  (8)  and  (10)  becomes  about  150  millims.,  the  carbon  monoxide  which  is  still  being 

formed  bringing  the  mercury  in  tube  (33)  down  again  till  it  begins  to  bubble  through 

the  seal  in  (12).     Repeating  this  several  times,  we  expel  the  last  traces  of  air  from 

the  vessels  and  liquids.     The  vessels  (13),  (14),  (15),  (5)  and  (18)  were  then  filled 

with  carbon  monoxide.     Tap  (11)  is  partially  opened,  so  that  the  carbon  monoxide 

should  not  bubble  too  rapidly  through  the  solution  of  caustic  potash  and  only  slowly 
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through  the  concentrated  sulphuric  acid  in  the  tilted  vessel  (S).  After  a  short  time, 
when  the  mercury  had  risen  in  tube  (33)  about  10  centims.,  tap  (11)  was  turned  off 
again.  This  is  done  because  the  formation  of  carbon  monoxide  goes  on  more  quickly 
and  regularly  as  the  pressure  of  carbon  monoxide  increases.  When  the  newly  formed 
carbon  monoxide  again  begins  to  bubble  through  the  mercury,  the  tap  (11)  is  again 
opened  and  shut  as  before ;  this  is  repeated  until  the  pressure  of  carbon  monoxide 
becomes  everywhere  a  little  over  one  atmosphere,  i.e.^  the  mercury  column  in  (33) 
does  not  rise  again  when  the  tap  (11)  is  opened,  and  carbon  monoxide  continues  to 
bubble  through  the  mercury  (if  a  still  higher  pressure  is  desired  the  tube  at  (35)  is 
closed).  The  taps  (11)  and  (16)  are  now  closed  (open  at  35),  allowing  the  carbon 
monoxide  gas  to  bubble  through  the  mercury  and  escape  to  the  air.  After  removing 
the  burner  frotn  (10)  it  is  rapidly  and  uniformly  cooled  on  all  sides  by  means  of  a  wet 
cloth,  until  the  formation  and  bubbling  of  carbon  monoxide  through  the  caustic 
potash  ceases.  The  tube  (4)  is  also  filled  with  carbon  monoxide  at  the  same  time  in 
order  to  protect,  subsequently,  the  carbon  monoxide  in  (15)  fi'om  contamination  with 
air.  Tlie  glass  tubes  of  the  different  parts  of  the  apparatus  are  directly  joined 
together  without  the  use  of  india-rubber  tubes,  and  all  the  taps  have  mercury  seals. 

In  the  ftinnels  of  (9)  and  (10)  sufficient  caustic  potash  solution  and  of  jsulphuric 
acid  solution  is  always  left,  and  taps  (24),  (26),  and  (25)  should  be  so  exceptionally 
well  ground  that  even  after  many  weeks  (when  covered  with  vaseline)  the  taps  remain 
quite  transparent.  The  object  of  these  precautions  was  that  pure  and  fresh  gas  might 
be  prepared  quickly  for  each  experiment.  Carbon  monoxide  gas,  which  had  been 
kept  in  the  vessels  for  even  small  lengths  of  time,  was  never  used.  When  an  experi- 
ment was  made,  vessels  K,  S,  (18),  E,  (15),  (14),  (13),  &c.,  containing  pure  carbon 
monoxide,  were  always  first  evacuated,  heated,  and  the  freshly-prepared  carbon 
monoxide  passed  directly  into  the  bulb  (18),  allowing  it  to  bubble  slowly  through  the 
concentrated  sulphuric  acid  in  (S)  as  described.  The  tap  (22)  was  then  turned  off, 
(21)  turned  on,  and  then  the  capillary  tube  (19)  at  i,,  was  immediately  sealed  up  with 
a  hand  blow-pipe. 

PAKT  II. 

Arrangements  for  an  Acetylene  Light  of  about  250  Candle-Power  of 

Constant  Intensity. 

Generator.     {Arrangement  far  Constant  Pressure.) 

Acetylene  generators,  although  they  have  some  advantages  over  the  ordinary  gas- 
holder, have  also  some  disadvantages ;  firstly,  because  every  time  a  fresh  container  of 
carbide  is  used,  a  fi:esh  portion  of  air  from  the  container  is  mixed  with  the  gas,  and 
though  the  volume  of  the  container  is  very  small  in  comparison  with  the  volume  of 
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the  acetylene  gas  in  the  gas-holder,  still  the  mixture  is  undoubtedly  a  source  of  error, 
and  special  precautions  have  to  be  taken  to  remove  the  first  portion  of  the  acetylene 
formed  from  the  container,  so  as  to  keep  the  composition  of  the  gas  during  the 
experiments  as  constant  as  possible.     Secondly,  the  pressure  of  the  gas  from  such  a 


Fig.  5. 

Sketch  of  Acetylene  Burner  and  Purifier,  Thermopile,  Reaction  Vessel,  Buth,  Water  Manometer,  and 
Cathetometer. — A.B.,  acetylene  burner;  P,  purifier;  R.Th.,  Rubens  thermopile;  B,  bath;  R.V., 
reaction  vessel;  M,  mercury  manometer  of  reaction  vessel;  Cat.,  cathetometer;  W.M.,  water 
manometer. 

generator  varies  very  considerably  in  comparison  with  that  supplied  from  large  gas- 
holders. The  generator  used  was  the  so-called  "Incanto,"  by  Messrs.  Thorn  and 
HoDDLE,  with  variations  of  10  per  cent,  in  the  pressure  of  the  gas  delivered.  This 
variation  in  pressure  was  found  to  be  due  to  the  strain  of  the  floating  balls  on  the 
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chain  of  the  generator,  but  a  modification  reduced  the  variations  to  about  1^  per  cent. 
The  axis  x  (fig.  6)  on  which  the  ball  L  turns,  was  filed  up  till  the  movement  of  the  ball 
in  the  axis  was  easy,  and  )8,  which  guides  the  balls,  as 

well  as  the  stem  of  L  at  a,  were  then  tiled  and  clamped       ^,^^/^  ^^^^^ 

to  give  the  ball  a  perfectly  free  movement  up  and  down,       ^J"  ^^^l 

but  not  much  side  play.     Sheets  of  lead  (s)  were  then  Fig.  6. 

fixed  round  the  stem  as  near  to  the  balls  as  possible,  and 

the  weight  carefully  adjusted  so  that  a  small  additional  weigh  t  of  about  10-15  grammes 
placed  near  the  balls  should  draw  them  quite  down  and  open  the  valve,  and  that  the 
removal  of  this  weight  should  bring  the  balls  up  again,  closing  the  valve.  The 
modified  generator  gives,  without  a  balance  governor,  for  the  heights  of  the  lx?ll  out 
of  the  tank,  between  16 '5  centims.  and  5  centims.  (these  are  the  limits  within  which 
the  bell  of  the  gas-holder  chiefly  varies  in  its  height  during  the  production  and  con- 
sumption of  gas),  a  variation  of  only  1*5  millim.  for  100  miUims.,  i.e.,  of  1^  per  cent. 
These  variations  of  the  pressure  were  further  reduced  by  the  balance  governor. 

It  was  found  that  with  a  burner  of  such  a  candle  power  as  I  had  to  use  (about 
12  X  20  =  240  candles),  a  pressure  of  about  4  inches  is  necessary  (instead  of  the 
usual  2).  For  this  the  upper  chamber  of  the  gas-holder  had  to  be  almost  filled  with 
water,  leaving  only  space  sufficient  for  the  expansion  of  the  water  (in  the  winter  care 
must  be  taken  that  the  water  does  not  freeze  when  the  gas-holder  is  in  the  open  air  ; 
more  free  space  or  a  salt  solution  must  be  used).  The  gas  generator  was  placed  on  the 
roof  of  the  laboratory ;  fi'om  the  generator  a  lead  pipe  brought  the  gas  to  the  room  ; 
first  to  the  balance  governor,  from  the  balance  governor  to  the  regulating  tap,  from  the 
regulating  tap  to  the  water  manometer  WM,  and  then  to  the  purifier  ;  here  it  passed 
over  the  purifying  substance  of  the  lower  cylinder,  then  of  the  higher  cylinder,  and 
thence  to  the  burner. 

The  Regulatinj  Tap  to  counteract  the  different  sources  of  error  was  of  the  ordinary 
type.  One  tap,  a,  must  always  be  quite  open,  when  acetylene  is  consumed  during 
the  experiments.  By  turning  another  tap,  the  quantity  of  gas  passing  per  unit  of 
time  to  the  burner  is  regulated,  and  the  adjustment  is  indicated  by  the  pointer  on  a 
fixed  scale  of  90-  degrees.  The  purpose  of  this  tap  was  to  adjust  the  supply  of  gas 
to  the  burner  so  that  the  intensity  of  the  acetylene  light  should,  under  varying  con- 
ditions, always  be  kept  the  same,  A  series  of  conditions  affect  the  intensity  of  the 
acetylene  flame  and  necessitate  the  use  of  a  regulating  tap,  such  as  the  variation  in 
the  diameter  of  the  outflow  tubes  in  the  nipples  of  the  burner  or  the  variation  of  the 
atmospheric  pressure,  which  though  in  one  and  the  same  day  hardly  ever  varying  more 
than  1  or  2  millims.,  changes  during  a  longer  period  considerably.  There  is  another 
source  of  error  of  an  irregular  but  temporaiy  nature  which  also  necessitates  its  use  : 
the  admixture  of  aii*  when  a  new  container  is  used.  Everything  was  done  to  remove 
this  source  of  error  at  its  source.  When  a  new  container  was  introduced,  the  tap 
supplying  water  to  the  same  was  opened,  and  the  cross-bar  of  the  container  pressing 
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a  metal  plate  on  the  india-rubber  ring  somewhat  loosened.  Water  entered  the 
container,  the  tap  was  turned  off,  and  the  acetylene  with  the  admixed  air  allowed  to 
escape  between  the  metal  plate  and  the  india-rubber  ring.  This  was  repeated  two  or 
three  times.  In  this  way  the  air  was  expelled  from  the  carbide  containers  so  that 
when  the  cross-bar  was  tightened  up  and  the  tap  opened  again,  no  appreciable  effect 
of  the  new  container  upon  the  acetylene  ought  to  have  taken  place.  With  such 
precautions  this  source  of  error  quickly  disappears,  owing  to  the  gas-holder,  leading 
pipes,  balance  governor,  purifier,  and  burner  containing  a  great  quantity  of  pure, 
acetylene — as  can  be  seen  from  the  observed  intensity  of  light  read  from  the  deflection 
of  the  galvanometer.  Variations;  however,  still  existed,  and  sometimes  required  to 
be  adjusted  by  the  regulating  tap.  Another  possible  source  of  eiTor  was  the  variation 
in  the  composition  of  the  gas,  arising  from  the  carbide  used  not  being  always  of  the 
same  quality  (it  is  not  certain  that  such  a  source  of  error  does  exist).  This  was 
counteracted  by  the  adjustment  of  the  reg\ilating  tap. 

These  adjustments  were  always  guided  by  the  indications  of  the  deflection  of  the 
galvanometer. 

Water  Manometer.     (See  fig.  5.) 

Since  it  was  necessary  to  work  with  a  pressure  of  about  4  inches  when  the  tap  of 
the  burner  was  shut,  and  of  about  2 J  inches  when  it  was  open,  0*1  millim.  variation 
in  the  height  of  the  upper  and  lower  side  of  the  water  manometer  would  indicate 
0*2  millim.  in  25  millim.,  i.e.,  0*8  per  cent,  variation  in  the  pressure  of  the  gas.  Its 
chief  purpose  is  to  indicate  in  a  quick  nianner,  whether  all  the  apparatus  connected 
with  the  supply  of  the  acetylene  gas  to  the  burner  is  in  good  working  order. 

The  Acetylene  Burner.     (See  fig.  5.) 

All  attempts  to  get  a  light  of  a  great  candle  power,  which  would  remain  of  a 
constant  intensity  and  composition  have  been,  as  far  as  I  know,  unsuccessful  up  to 
the  present.  We  have  now  standard  lights  of  1  or  10  candle  power,  but  we  have 
none  of  200  or  1000  candle  power,  since  the  light  of  the  arc  varies  considerably 
both  in  intensity  and  composition.  The  object  here  was  to  obtain  a  light  of,  say,  200 
or  500  candle  power,  or  of  any  other  intensity  desired,  which  would  remain  constant 
in  its  intensity  and  composition  for  any  length  of  time,  which  could  at  any  time  be 
easily  adjusted  with  great  accuracy  to  the  desired  intensity,  and  which  could  be  used 
with  ease  in  the  ordinary  work  of  a  laboratory.  With  the  burners  on  the  market 
which  were  tried,  the  gas  is  always  passed  either  through  a  very  thin  slit  giving  a 
flat  flame,  or  through  two  thin  pinholes — the  two  gas  streams  meeting  in  one  point, 
and  giving  again  a  thin  flat  flame  (24-30  candle  power).  This  is  done  in  order  to 
get  the  surfiice  of  the  flame  in  contact  with  the  air  as  large  as  possible,  to  obtain 
complete  combustion  and  as  white  a  flame  as  possible.     It  was  found  that  after 
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24  hours'  use^ — often  even  after  mueh  le$s — the  candle  power  of  tlie  burner,  either 
with  the.  slits  or  pinholes,  was.no  longer  the.. same,  and  very  often  the  slit  or 
pinhole  was  already  so  much  carbonised*  that  the  flame  began  to  smoke;  on  the 
contrary,  pinholes  with  a*  larger  diameter,  giving  40-50  candle  power  the  pair, 
require  a  Very  much  longer  time  before  they  becjome  carbonised  and  l)egin  to  smoke, 
though  even  their  candle  power  also  diminishes  with  time.  Since  the  form  and  even 
the  thickness  of  the  flat  flame  changes  continuously,  we  can  only  get  a  constant 
light  by  cutting  out  a  piece  from  the  middle  of  the  flame  for  a  certain  time,  screening 
all  the  rest  of  it.  Since  we  cannot  get  one  flat  white  flalne,  by  means  of  several  gas 
streams  directed  to  the  same  point,  of  more  than  60  or  70  candle  power,  the  increase 
of  thickness  or  of  the  size  of  the  flame  beyond  the  70  candle  power  being  always 
accompanied  by  the  formation  of  smoke,  we  could  thus,,  in  the  best  circumstances, 
not  get  a  constant  flame  of  more  than  20  candle  power,  a  candle  power  not  very 
different  from  standards  already  existing.  On  the  other  hand,  it  was  impossible  with 
several  flat  flames  to  get  one  light  of  great  intensity  in  a  small  space,  since  the  flames 
(Sannot  be.  placed  very  near  to  one  another  (owing  to  the  form  of  the  burner),  and  a 
flame  of  200  or  250  candle  power  (12-15  nipples)  necessarily  occupies  a  very  large 
area.  If  we  further  consider  that  each  of  the  flames  is  different  from  the  others  in 
size  and  form*,  and  that  the  flame  of  any  one  burner  soon  changes  in  form  and  size, 
and  that  only  a  small  part  of  each  couid  be  out  off  securely  by  a  screen  so  as  to  give 
a  constant  light  for  some  time,  it  is  evident  that  the  number  of  lights  or  nipples 
which  would  be  required  for  a  200-250  candle  power  light  to  remain  constant  would 
\ye  about  40  or  50.  Assuming  that  even  the  grfeatest  care  be  taken  in  placing  the 
burners  ahd  screens  on  as  small  an  area,  as  possible,' still  the  burner  would  occupy  too 
nmch  space,  and  no  point  or  line  could  be  calculated  from  the  different  lights  which 
could  theoretically  be  assumed  to  be  the  point  or  linie  from  which  the  total  light 
was  coming. 

The  burner  which  was  ultimately  constructed  free  from  these  difiiculties  is  that 
shown  in  the  drawing  (fig.  5). 

The  wide  tube  A  of  the  burner  is  divided  into  four  narrower  tubes  as  shown, 
leading  at  intervals  of  90^  into  the  channel  of  a  hollow  ring  cut  in  the  brass  ring. 
In  the  hollow  brass  ring  (AB)  12  small  brass  pieces  containing  capillary  tubes  were 
fixed,  and  in  the  end  of  the  brass  pieces  nipples  were  fixed.  Each  nipple  has  one 
round  pinhole  of  about  15  or  20  candle  power;  tjie  holes  are  parallel  to  each  other, 
and  each  gives  a  flame  in  the  form  of  a  straight  thick  line  of  a  few  millimetres 
diameter  and  of  a  few  centimetres  in  height.  Round  the  brass  ring  a  brass  jacket 
is  fixed,  forming  a  hollow  ring  connected  with  the  tubes  r  and  i*'.  Water  runs 
continuously  through  the  hollow  ring  of  the  burner,  which  thus  remains  cool,  in 
spite  of  the  fact  that  flames  of  about  200-250  candle  power  are  concentrated  in  a 
very  small  area.  Using  this  ai-rangement  of  the  burner,  we  find  that  the  acetylene 
flame  becomes  perfectly  pure  and  cleai-,  and  remains  so  for  any  length  of  time,  even 
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when  the  nipples  have  pinholes  of  only  15  or  20  candle  power  each.  The  clear 
circular  flame  so  obtained  consists  of  lines  interrupted  by  narrow  air  spaces.  Having 
all  twelve  line^  in  a  narrow  circle  of  only  1  or  1^  inch  diameter,  at  equal  distances 
from  one  another,  the  direction  of  all  the  flames  perpendicular,  and  the  flames  of 
equal  length,  though,  perhaps,  of  not  quite  the  same  thickness,  we  can  safely  assume 
that  the  light  comes  from  a  perpendicular  line  drawn  through  a  point  near  the  centre 
of  the  narrow  circle. 

Since  the  error  arising  from  small  variations  in  the  thickness  of  the  lines  cannot 
possibly  in  this  case  be  greater  than  1-2  millims.  in  the  distance,  this  can,  for  the 
distance  we  have  to  use  (^  to  2  metres),  be  comj)letely  neglected.  The  variations 
in  intensity  in  the  line  of  the  flame  proved  to  be  due  chiefly  to  variations  in  its  top ; 
by  means  of  the  chimney  y,  all  the  top  parts  of  the  line-flames  are  cut  off.  Owing 
to  the  draught  the  lines  are  straightened  and  the  air  supply  increased,  while  the 
products  of  combustion  are  removed  and  a  clear  white  flame,  remarkable  for  its 
constancy  and  brilliancy,  is  obtained.  The  screen  and  chimney  y  can  be  moved 
higher  or  lower  by  means  of  the  screw  (/,  so  as  to  get  not  only  a  constant  flame  with 
the  photometer,  but  a  flame  of  the  desired  intensity,  the  rest  of  the  adjustment  of 
the  intensity  being  produced  by  means  of  the  regulating  tap.  Besides  the  upper 
part  of  the  flame,  the  lower  part  was  also  cut  out  by  means  of  an  adjustable  short 
cylinder,  which  was  also  water-jacketed  and  connected  with  the  water  jacket  of  the 
burner. 

Thus,  with  the  simple  arrangements  described  (generator,  balance  governor  and 
burner),  a  source  of  light  of  200-250  candle  power  (or  500  candle  power  and  more, 
according  to  the  number  of  nipples  employed)  can  be  obtained,  which  will  remain 
constant,  within  1  or  2  per  cent.,  for  a  considerable  time  without  regulation  or 
adjustment.*  By  means  of  the  regulating  tap  and  measuring  instruments,  the 
intensity  of  the  light  can  be  adjusted  with  an  accuracy  to  0*1  per  cent.,  and  even 
much  less. 


The  General  Arrangements  used  for  the  Measurement  and  Adjustment 
OF  THE  Intensity  of  the  Acetylene  Light. 

The  Principle  of  the  Method.     Acetylene  as  a  Universal  Standard  from 
Q'\  or  \  to  500  or  1000  Candle  Power. 

The  light  of  the  acetylene  burner,  which  is  placed  at  a  certain  distance  from  the 
thermopile,  is  allowed  to  fall  on  the  exposed  junctions  of  the  Rubens  thermopile 
(with  40  iron-constantan  junctions),  which  is  connected  with  galvanometer.  A 
second  measurement  is  made  directly  after  by  means  of  a  Clark  cell  and  standard 

*  It  should  be  noted  that  with  the  increase  of  the  candle  power  of  the  burner,  a  greater  pressure  of  the 
gas  (in  the  gas-holder,  &c.)  is  necessary  for  getting  the  best  conditions  for  the  flame. 
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manganin  resistances  (manganin  100,000  ohms,  6  ohms  in  the  shunt  were  used,  as 
shown  in  the  diagram  ;  the  coil  of  the  galvanometer,  also  of  manganin,  is  3  ohms). 
These  resistances  give,  under  the  conditions  of  experiment,  a  sufficient  deflection 
(about  +15  centims.  to  —  15  centims.),  so  that  the  value  of  the  deflection  caused 
by  the  acetylene  light  is  always  rheasured  in  standard  units,  independent  of  the 


6ohm&, 

i  Vomp.  (3ohma). 


Sodls. 


RubeiKl  thermopi  Le. 

X. 


^\%JicetyLene  burner. 

"^II'IV-" ^htite  drying 

€Lppajntus,wsLtxrn&iometen 
reSulAdng  Cap^  babdnce 
goyemor,  generditor. 


P'     Jl  ff^ermpter 

Fig.  7.     Diagram  to  show  arrangement  of  apparatus. 


sensitiveness  of  the  galvanometer,  &c.  (the  diagram  also  shows  that  the  difference 
between  the  temperature  in  the  quartz  vessel  immersed  in  the  bath,  owing  to  the 
reaction  which  takes  place  in  it,  and  that  in  the  bath  is  also  measured  with  the  same 
galvanometer  by  means  of  iron-nickel  thermocouples ;  this,  however,  has  nothing  to 
do  with  the  photometer  itself). 

The  principle  of  the  measurement  of  the  light  intensity  consists  in  its  deter- 
mination objectively  by  means  of  the  deflection  of  the  galvanometer  and  standard 
units  (Clark,  manganin  resistances).  We  believe  that  if  two  sources  of  light 
(say  acetylene  gas)  at  a  fixed  distance,  say  1  metre  from  the  plane  containing  a 
given  thermopile  (with  a  given  number  of  iron-constantan  junctions),  in  the  same 
relative  position  to  the  thermopile  (the  lines  of  the  flames  being  parallel  to  the 
line  of  the  exposed  junctions  and  seen  in  the  same  position  from  the  narrow  tube  in 
the  double  copper  cylinder  of  the  thermopile),  give,  or  are  made  to  give,  the  same 
deflection  in  standard  units,  then  the  intensity  of  the  lights  must  be  the  same, 
provided  they  are  quite  pure  and  free  from  smoke  and  that  the  burner  is  cooL  We 
assume  that  the  heat  effects  of  any  source  of  light  upon  the  exposed  junctions  of  the 
thermopile,  i.e.,  the  rise  of  their  temperature,  will  be  directly  proportional  to  the 
amount  of  light  falling  upon  them,  t.e.,  to  the  intensity  of  the  light.  This  point  is 
of  primary  importance.  A  careftd  theoreitical  investigation  of  it  was  absolutely 
necessary,  and  the  investigation  confirmed  the  conceptions.  The  electromotive  force 
of  the  thermopile  being  thus  directly  proportional  to  the  difference  of  temperature 
of  the  thermo-junctions  exposed  to  the  light,  and  of  those  which  are  left  in  the  dark, 
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the  intensity  of  the  light  of  a  given  source  of  light  must  be  directly  proportional  to 
the  corrected  deflection  of  the  galvanometer  (or  to  the  tangent  of  the  angle),  and 
can  be  measured  by  it. 

It  should  be  remarked  that  this  objective  method  of  measuring  the  intensity 
of  ligjit  by  means  of  a  thermopile  (or  bolometer),  and  of  checking  it  by  means  of 
a  Clark  cell  and  known  standard  resistances,  measures  the  total  heat  energy 
produced  by  the  given  source  of  light  in  the  thermopile,  and  thus  differs  from  the 
other  methods  of  measuring  the  intensity  of  light,  the  ordinary  photometers, 
based  upon  the  physiological  effect  of  the  light  upon  the  eye.  No  doubt  there  is  a 
distinct  difference  between  the  two;  an  acetylene  light  which  we  physiologically 
perceive,  say  of  16  candle  power,  is  very  much  cooler  than  a  16  candle-power  coal- 
gas  light.  The  temperature  to  which  the  exposed  junctions  of  the  thermopile  will  be 
raised  by  the  rays  of  flames  of  the  same  candle  power,  but  from  different  sources  of 
light,  will  therefore  be  different,  the  more  so  as  the  colour  and  composition  of 
different  lights  are  also  different.  Properly  speaking  two  lights  from  two  different 
sources  (say  acetylene  and  coal  gas,  or  arc  light)  can  neither  be  compared  physio- 
logically on  account  of  their  different  compositions,  nor  in  the  objective  way  by 
means  of  a  thermopile  or  bolometer,  as  given  above,  and  no  I'ght  can  be  compared 
except  with  a  light  of  the  same  nature.  For  comparison  of  two  lights  of  the  same 
kind  there  can  be'no  doubt  that  the  objective  method  by  means  of  a  thermopile  or 
bolometer  is  by  far; more  accurate  and  reliable  than  measurement  in  the  physiological 
way.  As,  however,  for  many  practical  purposes,  the  intensity  of  different  lights  has 
almost  always  to  be  expressed  in  candle  units,  different  sources  have  to  be  compared 
and  measured  in  this  physiological  way  as  far  as  it  is  practicable.  In  this  photo- 
metric work,  at  any  rate,  all  the  standard  units  for  comparison,  the  small  as  well  as 
the  large  ones,  ought  to  be  correct  multiples  of  one  another,  i.e.,  ought  to  be 
all  from  the  same  source  of  light  and  of  the  same  composition.  Acetylene,  as  far  as 
we  know,  is  the  only  source  of  light  which  gives  reliable  standards  from  very  small 
units,  such  as  0"1  or  1  candle  power  (when  only  a  part  of  the  line  is  used)  up  to  very 
great  units,  such  as  500-1000  candle  power  (when  many  lines  on  a  space  of  about 
2  inches  in  diameter  should  be  used),  and,  except  the  burners,  the  same  arrangements 
can  be  easily  manipulated  for  fixing  and  adjusting  all  the  standards  in  an  absolutely 
correct  and  objective  manner,  as  described  here. 

The  author  now  passes  to  the  description  of  the  thermopile  and  of  the  other  parts 
of  the  arrangements,  indicated  by  the  al)Ove  diagram,  which  were  used  for  measuring 
the  intensity  of  the  acetylene  light. 

The  Thei'mopile  {or  Bolometer).     See  fig.  5. 

A  detailed  description  of  the  thermopile  used  is  given  by  Rubens  in  the 
'Zeitschrift  fiir  Instrumentenkunde,'  1898,  pp.  65-69,  but  a  few  data  with  regard 
to  it  nmst  be  given  here. 
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The  thermopile  has  40  thermo-junctions  *  of  iron  and  constantan,  on  an  area 
of  2  centims.,  20  of  them  in  one  line  being  exposed  to  the  light,  and  20  (10  in  one 
line  on  each  side  of  the  line  of  the  junction  exposed  tb  the  light)  remaining  in 
the  dark.  The  wires  used  are  very  thin  (O'l  to  0'15  millim.),  and  the  places  of  the 
junctions  (those  exposed  to  the  light  as  well  as  those  remaining  in  the  dark,  are 
hammered  to  little  thin  round  plates  (0*5  to  0'8  millim.  diameter)  so  as  to  increase 
their  sensitiveness  to  variation  of  temperature,  and  are  made  dead  black.  Before 
the  line  of  junctions  exposed  to  the  light  there  iis  a  small  and  then  a  larger  cone  of 
polished  nickel,  placed  opposite  and  near  the  line  of  junctions,  which  causes  a  greater 
quantity  of  light  to  Tall  upon  the  junctions.  The  electromotive  force  of  the  thermo- 
pile is  0-001 OG  volt  per  1°  C. 

In  connection  with  the  Rubens'  thermopile  a  Crompton's  dead-beat  galvanometer 
was  used,  in  order  to  avoid  the  numerous  disturbancies  experienced  by  galvanometers 
other  than  that  of  the  D'Arsonval  type,  and  its  sensitiveness  was  adjusted  to  get  a 
sufficiently  great  deflection  of  the  'spot  of  light— not  to  get  the  greatest  possible 
deflection,  but  to  arrange  the  measurements  of  intensity  so  that  after  they  were 
brought  to  a  great  accuracy,  say  of  6*1  per  cent.,  the  measurement  should  be  made  in 
an  easy,  steady,  and  reliable  manner,  and  independent  of  numerous  obstructive 
influences  lying  beyojid  the  thermopile  itself.  This  meant  that  special  precautions 
had  to  be  taken  with  both  the  thermopile  and  the  galvanometer. 

Whatever  form  is  given  to  the  thermopile,  the  next  precaution,  especially  when  a 
sensitive  thermopile  (or  bolometer)  is  used,  is  to  protect  it  from  the  influence  of  the 
surrounding  medium,  so  as  to  secure  concordant  results.  The  junctions  which  are 
exposed  to  light  are  necessarily  much  more  exposed  to  all  sorts  of  air  currents  than 
those  protected  and  covered  from  the  light,  and  are  also  more  subjected  to  the 
influence  of  the  variation  of  the  temperature  of  the  room.  The  unavoidable 
continuous  use  of  the  acetylene  flame  to  be  measured  by  the  thermopile  from  time  to 
time,  produces  air  currents,  set  up  by  local  differences  in  the  temperature  of  the  room. 
The  sensitiveness  of  the  whole  arrangement  was  necessarily  so  great  that  if  the  hand 
was  put  before  the  thermopile  at  the  distance  of  1  or  2  decimetres,  the  deflection  of 
the  galvanometer  was  considerable.  This  difficulty  was  evaded  in  the  following 
manner  :  — 

The  thermopile  was  enclosed  in  a  cylinder  of  thin  copper  (about  1  millim.  thick ; 
the  two  circular  sides  of  the  front  and  back  being  made  of  the  same  thin  copper. 
In  the  centre  of  the  front  side  a  circular  opening  of  about  4|-  centims.  was  cut  and  in 
this  a  copper  tube  of  the  same  diameter  (for  the  quartz  plate)  was  fixed.  In  the 
centre  of  the  circular  copper  plate  behind,  a  thick  but  very  narrow  tube  (of  about 
3  or  4  millims.  internal  diameter)  was  fixed  f  )r  the  purpose  of  seeing  and  directing 
the  thermopile  upon  the  light  of  the  burner.     The  thermopile  was  fixed  on  a  piece  of 

*  Through  an  accident  our  thermopile  bad  only.  38  junctions. 
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ebonite  in  the  middle  of  the  air  space  of  the  inner  cylinder,  so  that  the  larger  cone 
should  be  fully  exposed  to  the  light  (except  a  little  of  the  four  corners,  the  whole 
cone  was  exposed)  and  the  thermopile  everywhere  equally  removed  from  the  cylinder. 
To  protect  the  thermopile  from  moisture,  which  is  especially  fatal  to  its  iron  wires, 
a  cylinder  with  calcium  chloride  was  put  into  the  inner  cylinder.  By  means  of  the 
tubes  in  front  and  behind,  the  copper  cylinder  was  fixed  in  another  larger  copper 
cylinder,  and  the  space  between  was  fiUed  with  6  or  7  litres  of  water.  Except  the 
small  space  of  the  larger  tube  in  the  front  side,  the  narrow  tube  behind  and 
two  narrow  tubes  on  the  top,  filled  with  Faraday  wax,  through  which  the  insulated 
leads  from  the  thermopile  were  drawn,  the  inner  cylinder  was  thus  enveloped  on  all 
sides  by  a  thick  layer  of  water.  The  outer  copper  cylinder  was  entirely  covered  by 
very  thick  sheets  of  asbestos.  In  this  way  any  variation  of  temperature  in  the  inner 
cylinder  was  counteracted  by  the  conductivity  of  the  copper  sides,  surrounded 
by  water,  while  the  thick  sheets  of  asbestos  and  the  large  quantity  of  water  between 
the  cylinders  made  any  rapid  change  of  the  temperature  of  the  water  due  to 
alteration  in  the  temperature  of  the  room  impossible. 

It  was  found  that  if  a  continuous  water  current  from  the  main  was  passed  between 
the  two  cylinders  (even  if  the  current  was  passed  simultaneously  in  different  places 
between  the  cylinders  as  well  as  between  the  front  and  back  sides  of  the  cylinder, 
and  the  water  from  the  main  was  used  only  after  half  an  hour  or  an  hour,  when  the 
temperature  of  the  water  from  the  main  ought  to  be  constant),  veiy  large  deflections 
of  the  galvanometer,  as  much  as  several  centimetres,  were  observed,  and  these  varied 
continuously  though  the  thermopile  was  closed  to  light  and  should  have  given  no 
deflection  at  alL  Obviously  the  temperature  of  the  water  from  the  main  is  never 
quite  constant,  continually  varying  by  several  thousandths  or  even  hundredths  of  a 
degree  Besides  this,  layers  of  different  temperature  may  exist  in  the  bulk  of  the 
surrounding  water  owing  to  the  fact  that  the  temperature  of  water  from  the  main 
is  lower  than  that  of  the  room,  and  that  it  must  take  a  long  time  before  the 
()  or  7  litres  of  water  in  the  cylinders  are  replaced  by  fresh  water  from  the  main, 
i.e.,  the  bulk  of  the  water  is  exposed  to  the  influence  of  the  warmer  temperature  of 
the  room  for  a  longer  time,  and  this  warmer  water  is  being  continually  mixed  with 
the  cold  water  irom  the  main.  This  difficulty  was  finally  overcome  by  leaving  the  6  or 
7  litres  in  the  cylinders  to  assume  the  temperature  of  the  room,  giving  up  the  stirring 
altogether  and  replacing  the  same  by  the  water  current  from  the  main.  Through 
this  the  difference  between  the  temperature  of  the  water  and  that  of  the  room  was 
made  very  small,  i.e.,  the  warming  of  the  water  between  the  cylinders  by  the 
surrounding  temperature  of  the  room  was  made  exceedingly  slow.  It  should  be 
observed  that  it  is  not  the  constancy  of  the  temperature  of  the  air  space  of  the 
inner  cylinder  wliich  we  require,  but  that  the  variation  of  its  temperature  should  be 
the  same  everywhere,  and  so  slow  that  it  should  be  in  comparison  with  the  velocity 
of  cooling  or  warming  of  the  thermopile  by  the  surrounding  air  in  the  inner  cylinder, 
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exceedingly  small,  while  all  the  junctions  should  be  at  the  same  temperatiure  iu 
the  dark. 

There  still  remained  other  sources  of  error.  In  the  first  instance,  there  was  the 
quartz  plate  fixed  in  front  of  the  larger  tube  closing  up  and  protecting  the  inner  air 
space  from  the  air  currents  of  the  room.  The  quartz  plate  is  exposed  on  the  inside 
to  the  temperature  of  the  air  in  the  inner  cylinder,  on  the  outside  to  that  of  the 
room.  There  was  additional  reason  why  the  temperatiure  of  the  water  between  the 
cylinders  and  of  the  air  space  in  the  inner  cylinder  had  to  be  brought  to  the 
temperature  of  the  room;  because  it  is  evidently  necessary  that  the  thermopile 
should  be  exposed  to  the  same  temperature  on  all  sides.  In  the  second  instance,  the 
quartz  plate  and  the  inner  air  space  between  the  same,  the  cone  and  the  copper  ring 
upon  which  the  quartz  plate  is  fixed,  are  being  heated  by  the  rays  of  light  while 
measurements  of  the  intensity  of  light  are  carried  out,  the  rest  of  the  inner  cylinder 
remaining  unexposed. 

To  counteract  these  sources  of  error  the  air  space  exposed  to  the  light  was  made 
very  small  in  comparison  with  the  total  air  space  of  the  inner  cylinder.  The  narrow 
circular  copper  plate  (cp,  fig.  5),  on  which  the  quartz  plate  (7)  was  fixed,  was  also 
water-jacketed  by  means  of  the  india-rubber  tube  (y),  so  that  the  four  ends  of  the 
quartz  plate,  equal  to  about  one-third  of  the  total  surface  of  the  plate,  were  directly 
cooled  by  the  narrow  circular  plate.  In  front  of  the  quartz  plate  a  large  wooden 
screen  was  placed,  and  to  its  back  (not  to  be  seen  in  this  drawing)  a  copper 
cylinder  was  fixed  of  about  1  inch  in  thickness  and  of  the  same  diameter  as  the 
outside  copper  cylinder  of  the  thermopile,  filled  with  water  of  the  same  temperature 
as  that  contained  between  the  two  copper  cylinders  of  the  thermopile. 

In  filling  all  the  apparatus  with  water  from  the  main,  the  space  between  the  two 
copper  cylinders  was  first  filled  with  water  through  E.  From  the  top  of  the  outer 
cylinder  the  water  passes  through  the  india-rubber  tube  (y)  behind  the  quartz  plates 
and  through  the  india-rubber  tube  (/)  to  the  lower  part  of  the  cylinder  which  forms 
the  water  screen.  From  the  top  of  the  water  screen  the  water  passes  through  an 
india-rubber  tube  and  pewter  pipe  (  p)  back  to  the  tank,  and  then  the  run  of  water 
is  stopped.  The  india-rubber  tubes  /  and  y  allow  the  screen  to  move  up  and  down, 
and  when  it  is  down  the  water  screen  quite  covers  the  whole  front  surface  of  the 
copper  cylinder  of  the  thermopile,  being  removed  from  it  by  only  about  half  a  centi- 
metre. Direct  tests  of  these  arrangements  showed  them  to  be  successfrd ;  after  the 
light  has  been  used  and  the  quartz  plates  again  screened,  the  deflection  returns  to  the 
same  zero  quickly  (the  thermo-electromotive  force  in  the  dark  never  exceeding  about 
2  millims.),  and  remains  so  for  any  length  of  time,  and  the  same  deflection  is  obtained 
every  time  the  screen  is  opened  again.  It  takes  only  a  fraction  of  a  minute  fi>r  the 
spot  of  light  to  attain  its  maximum  deflection  or  return  to  zero.  .    . 
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The  Galvanometer ^  dc.     (See  fig.  7.) 

With  an  acetylene  flame  of  about  250  candle  power  it  was  possible  to  use  a 
Crompton's  dead-beat  galvanometer  instead  of  the  more  sensitive  one  made  by 
Nalder  Brothers. 

One  of  the  conducting  leads  p  jGrom  the  Rubens  thermopile  leads  to  the  interrupter 
E  (see  diagram  p.  357),  the  purpose  of  which  is  either  to  interrupt  the  current,  or  to 
bring  the  lead  (p)  from  the  thermopile  into  connexion  with  the  lead  {p')  conducting 
to  the  galvanometer  {g),  or  to  connect  the  lead  (X)  from  the  nickel-iron  thermocouple 
of  the  quartz  vessel  with  the  lead  ( p')  conducting  to  the  galvanometer.  From  E  the 
wire  passes  to  the  revensing  key,  which  is  enclosed  in  an  asbestos  box,  and  from  here 
to  the  galvanometer  (g). 

The  spot  of  light  from  an  electric  incandescent  lamp,  after  passing  through  a 
lens,  was  reflected  from  the  galvanometer  mirror  upon  a  transparent  celluloid  scale. 

Great  difficulty  was  experienced  in  steadying  the  galvanometer ;  the  suspension  of 
the  galvanometer  in  a  box  on  an  india-rubber  band,  and  the  placing  of  the  box  on  a 
very  heavy  stone,  which  again  was  placed  in  its  turn  on  thick  pieces  of  india-rubber, 
gave  vibrations  of  1  to  2  millims.,  owing  to  the  fact  that  the  dark  room  the  author 
had  to  use  was  near  machinery  at  work.  It  was  ultimately  steadied  in  the  following 
manner : — A  soft  thick  copper  wire  was  drawn  from  one  wall  of  the  room  to  the 
other,  and  the  wire  was  first  stretched  and  shortened  until  it  stood  the  weight  of  the 
box  containing  the  galvanometer  suspended  on  two  very  thick  and  flexible  rubber 
rings.  Inside  the  box  the  galvanometer  (with  the  wooden  plate  on  which  it  was 
standing  on  pieces  of  copper)  was  suspended  from  one  rubber  ring  on  the  hook 
of  a  screw,  which  was  passed  through  a  hollow  wooden  cylinder  on  the  top  of 
the  wooden  box  and  held  by  a  nut,-  placed  on  a  metal  plate  on  the  top  of  the 
wooden  cylinder.  By  raising  the  screw  outside  and  turning  the  nut  the  galvano- 
meter could  be  brought  to  any  height  desired,  and  by  carefully  turning  the  screw 
it  could  be  placed  at  any  angle,  so  as  to  get  the  spot  of  light  at  any  required 
place  on  the  scale.  The  screws  of  the  galvanometer  were  resting  upon  metal  pieces 
on  the  wooden  plate,  and  adjusted  so  as  to  get  the  required  sensitiveness  by 
weakening  the  magnetic  field,  i.e.,  by  bringing  the  circular  coil  partially  out  of 
the  central  iron  core.  It  was  further  necessary  that  the  whole  arrangement  of 
the  suspension  of  the  galvanometer  should  not  be  upset  by  the  necessity  of  fixing 
the  leads  to  the  galvanometer,  since  it  was  impossible  to  ensure  that  greater 
vibrations  of  the  leads  outside  the  box  would  never  take  place.  For  this  reason 
the  galvanometer  was  not  connected  directly  with  the  heavy  leads ;  these  were 
fixed  to  the  wooden  box,  then  for  each  lead  three  or  four  pieces  of  very  thin 
galvanometer  suspension  wire  (each  about  2  inches  in  length)  were  soldered  to 
two  pieces  of  thick  copper  wire ;  one  of  them  was  fixed  to  the  lead  and  the  other 
to  the  terminal  of  the  galvanometer.     Thus  the  galvanometer  became  for  the  first 
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time  quite  freely  suspended  in  the  box,  the  fine  suspension  wires  on  the  one  hand 
allowing  free  movement  to  the  galvanometer  wherever  and  whenever  it  may  be 
required,  and,  on  the  other  hand,  exerting  no  directing  influence  whatever  on  its  mass. 
The  small  vibrations  of  the  walls  of  the  room  were  thus  allowed  to  affect  the 
copper  wire  at  the  ends,  and  were  weakened  almost  to  zero  before  they  were 
transmitted  to  the  middle  part  of  the  wire.  These  vibrations  in  the  middle  part 
of  the  wire  were  further  weakened  by  the  two  rubber  rings  upon  which  the  box 
with  the  galvanometer  was  suspended,  and,  lastly,  the  galvanometer  itself  was 
made  independent  both  of  the  vibrations  of  the  box  and  of  the  leads.  In  this  way 
excellent  results  were  obtained,  the  movements  of  the  spot  of  light  when  the  scale 
was  removed  froml  the  galvanometer  1  or  1*2  metres  not  exceeding  O'l  millim. 
Having  now,  from  the  acetylene  flame,  a  deflection  of  the  spot  of  light  of  about 
10  to  15  centims.,  each  reading  was  brought  (and  with  it  the  possibility  of  adjustment 
of  the  intensity  of  light  to  the  right  or  left)  to  an  accuracy  of  about  O'l  per  cent., 
an  accuracy  far  greater  than  that  required  for  the  research. 

Detennination  of  the  Value  of  the  Observed  Deflection  of  the  Galvanometer  or  of  the 
Intensity  of  Light  in  Standard  Units.     (Fig.  7.) 

With  the  arrangement  described  above,  the  deflection  of  the  spot  of  light  depends 
upon  conditions  which  may  easily  vary  according  to  the  circumstance  and  time. 
Assuming  that  the  distance  of  the  source  of  light  from  the  thermopile  is  fixed,  that 
the  flame  is  in  the  correct  position,  that  the  distance  of  the  scale  from  the  mirror  is 
fixed,  still,  if  the  india-rubber  rings  should  become  a  little  stretched  in  time,  or 
any  similar  accident  happen,  the  sensitiveness  of  the  galvanometer  would  vary.  It 
is,  therefore,  necessary  that  measurements  of  the  intensity  of  light  should  be  made 
independent  of  variations  in  the  sensitiveness  of  the  galvanometer.  It  is  ftirther 
desirable  to  be  able  to  express  at  once  the  intensity  of  light  in  standard  units 
independently  of  any  given  arrangements  of  the  photometer,  &c.  For  this  reason, 
directly  after  the  measurement  of  the  light  by  means  of  the  thermopile  was  made, 
a  second  measurement  was  made  with  a  Clark  cell  and  manganin  resistances,  as 
given  in  the  above  diagram,  thus  determining  the  value  of  the  deflection,  as  caused 
by  the  light,  in  units  given  by  the  Clark  and  manganin  resistances. 

The  Remaining  Parts  of  the  Apparatus,  &c. 

The  Bath.     (Fig.  5,  p.  352.) 

The  reaction  vessel  with  the  mixture  of  chlorine  and  hydrogen  was  immersed  in 
a  water-bath  and  there  exposed  to  light.  The  bath  contained  quartz  windows,  and 
the  reaction  vessel  was  placed  behind  one  of  them,  the  manometer  M  (E  in  fig.  1) 
remaning  outside  the  bath.     The  volume  of  the  gas  in  the  capillary  tubes  and  in  the 
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capillary  of  the  manometer  was  only  a  few  tenth's  per  cent,  of  the  volume  of  the  gas 
in  the  reaction  vessel  immersed  in  the  bath,  so  that  if  the  differences  between  the 
temperature  of  the  room  and  that  of  the  bath  were  very  great  a  small  correction 
was  necessary. 

Two  mercury  thermometers  were  immersed  in  the  bath,  one  divided  into  degrees 
centigrade  which  could  be  read  to  0°*1,  and  the  other  a  0°1  thermometer  of 
Beckmann's  type,  with  divisions  about  3  millims.  apart  from  one  another,  allowing  the 
temperature  of  the  bath  to  be  read  to  O^'Ol.  The  thermometers  were  kept  very  near 
to  the  reaction  vessel ;  the  temperature  of  the  gaseous  mixture  in  the  reaction  vessel 
with  the  quartz  windows  was  indicated  by  the  iron-nickel  thermocouple  inside  the 
same.  Later  on  the  temperature  was  calculated,  no  thermocouple  being  employed,  to 
ensure  the  gaseous  mixture  not  being  contaminated  with  any  traces  of  other  substances 
during  the  reaction.  Near  the  capillary  tube  of  the  manometer  was  a  thermometer, 
divided  into  degrees  centigrade  to  indicate  the  temperature  of  the  room. 

To  keep  the  temperature  of  the  bath  constant  at  any  desired  temperature,  the 
copper  bath  was  large,  containing  about  70  litres  of  water.  It  was  covered  with 
very  thick  sheets  of  asbestos,  placed  in  a  wooden  box  with  an  air  space  between  it 
and  the  sides  of  the  box,  which  was  placed  in  another  wooden  box  with  another  air 
space  between  them,  while  the  top  of  the  bath  was  covered  with  a  wooden  lid.  At 
the  bottom  a  small  circle  was  cut  out  of  the  wood  and  asbestos  for  a  rose  burner 
2  centims.  distant  from  the  exposed  circle  of  the  copper  bottom.  The  temperature  of 
the  bath  itself  regulated  the  supply  of  gas  to  the  burner.  The  liquid  was  thoroughly 
stirred  at  frequent  intervals.  Since  with  all  these  arrangements  the  temperature  of 
the  bath  could  not  be  kept  sufficiently  constant,  owing  to  the  heat  absorbed  from  the 
powerful  acetylene  light,  the  temperature  of  the  bath  was  adjusted  to  the  desired 
degree  by  melting  ice,  especially  when  the  temperatures  required  were  below  25°  or 
30^,  and  by  thorough  stirring.  In  this  manner  the  variations  of  temperature  of  the 
bath  were  kept  within  as  narrow  limits  as  possible  during  the  whole  time  of  the 
experiment.  Each  time  the  readings  of  the  manometer  and  of  the  temperature  of  the 
bath  and  of  the  reaction  vessel  had  to  be  made,  the  bath  was  effectually  stirred, 
readings  being  taken  two  minutes  later.  During  this  period  of  two  minutes  the 
temperature  of  the  bath  near  the  quartz  vessel  does  not  rise  under  the  action  of  the 
light  more  thsn  0^*01.  Since  for  our  purpose  it  is  important  to  know  the  difference  of 
the  temperature  of  the  gas  mixture  at  two  different  times,  so  as  to  be  able  to  apply  the 
necessary  correction,  the  above  manner  of  making  the  readings  each  time  two  minutes 
after  the  bath  was  well  stirred,  eliminated  the  error  in  the  determined  differences  of 
temperature  almost  completely.  An  investigation  of  the  velocity  with  which  the 
mercury  of  the  manometer  assiunes  its  maximum  when  the  glass  bulb  or  quartz 
vessel  is  immersed  in  the  bath  showed  that  after  two  minutes  the  temperature  of  the 
gas  in  the  bulb  is  much  less  than  O^'Ol  removed  from  the  convergence'  temperature, 
the  amount  of  our  reading  error.      This  convergence  temperature  of  the   gaseous 
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mixture  is  higher  than  the  temperature  of  the  bath,  but  always  remains  constant  for 
the  same  intensity  of  the  same  source  of  light  falling  upon  the  gaseous  mixture, 
provided  that  the  reaction  goes  on  so  slowly  that  the  heating  of  the  system  by  the 
heat  of  reaction  can  be  neglected.  We  are  also  able  from  the  temperature  of  the  bath 
to  calculate  the  temperature  of  the  gas  mixture.  Having  once  determined  the 
necessary  elements  for  such  a  calculation  (in  a  manner  given  by  the  author  on  several 
other  occasions)*  from  the  velocity  of  cooling  of  the  gaseous  mixture  by  the  bath  and 
from  the  velocity  of  heating  of  the  gaseous  mixture  by  the  given  source  of  light  (at 
the  beginning  of  the  induction  period),  a  thermocouple  was  not  introduced  into  the 
thin  glass  bulb  used  instead  of  the  quartz  vessel,  as  it  was  better  to  make  sure  that 
during  the  reaction  no  vapour  of  any  kind  could  enter  into  the  gaseous  mixture  from 
the  cement  with  which  the  thermocouple  has  to  be  fixed  in  the  capillary  of  the  vessel, 
or  from  the  shellac  and  pitch  with  which  the  wires  of  the  thermocouple  have  to  be 
covered  in  order  that  they  may  be  protected  against  the  action  pf  chlorine.  Indeed, 
the  best  results,  as  far  as  experience  goes,  were  obtained  when  none  of  these 
precautions  were  neglected. 

PART  III. 
Experimental  Results.     (Tables  L-V.) 

In  the  following  tables  the  experimental  data  are  given  : — 

No.  is  the  number  of  the  observation  made. 

T  is  the  time  at  which  the  observation  was  made. 

/-/'  is  the  time  between  two  successive  operations. 

IT  is  the  reading  of  the  manometer  E  of  the  quartz  vessel  at  the  time  t,  read 
with  the  cathetometer  (38  divisions  of  the  cathetometer  scale  =  1  millim.  of 
the  manometer  scale). 

tt'-V  is  the  rise  of  the  manometer  E  during  the  time  t''-V. 
is  the  intensity  of  the  acetylene  light,  i.e.,  the  integral  intensity  of  the  light 
of  aU  wave-lengths  contained  in  the  same,  expressed  in  millimetre  deflection 
of  the  galvanometer  read  on  the  scale  at  the  time  r,  including  the  thermo- 
electromotive  force  of  the  Rubens  thermopile  in  the  dark;  Th.E.M.F.  gives 
the  thermo-electromotive  force  of  the  Rubens  thermopile  in  the  dark,  i-ead 
on  the  scale  at  the  time  r. 

i'-th.e.m.f\  gives  the  intensity  of  light  at  the  time  /.  .  A  correction  for  the 
deviation  of  this  value  from  the  average  intensity  of  the  bght  during  the 
whole  time  of  the  reaction  can  be  applied  to  the  velocity  constant  K,  given 
in  Tables  (II.,  III.,  IV.  and  V.),  putting  K  directly  proportional  to  the 

♦  See  "On  Real  and  Apparent  FreeEing-Pointe,"  by  M.  Wilderman,  *Phil.  Mag.,' December,  1897, 
pp.  474,  475. 
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intensity  of  light.  I  omit,  however,  this  correction,  because  the  variations 
in  the  values  of  K,  especially  when  taken,  as  in  our  case,  at  small  intervals, 
are  too  considerable  for  the  application  of  very  small  corrections  to  be  of  any 
essential  use. 

Std.  gives  the  sensitiveness  of  the  galvanometer  used  for  the  measurement  of 
the  intensity  of  light,  measured  with  standard  units  (manganin  resistances 
and  Clark),  and  expressed  in  millimetre  deflection  of  the  galvanometer  on 
the  same  scale.     From  this  the  value  of  (i)  is  also  known  in  standard  units, 

fe  is  the  actual  temperature  of  the  bath  on  1°  thermometer  at  the  time  t. 

tr  is  the  temperature  ^b  read  on  the  0°'l  Beckmann  thermometer  at  the  same 
time  T. 

^man.  18  the  temperaturo  of  the  room  near  the  manometer. 

Since  the  volume  of  the  gas  in  the  capillary  tubes  changes  during  the 

reaction,  owing  to  the  rise  of  the  mercury  in  the  same,  its  value  is  during 

the  reaction  from  0*2  per  cent,  to  0*5  per  cent,  of  the  volume  of  the  gas  in 

the  quartz  vessel  or  the  bulb. 

A  variation  in  the  temperature  of  the  room  =  1^  produced  a  change  in  the 

height   of  the  manometer   from  — ^^ to   —  ^.c — -   of   the    total 

pressure  of  the  gas.     When  the  pressure  of  the  gas  =  760  millims.,  this 

amounts  to  -- — --  =  0'005  millim.  to  0*012  miUim.  per  1°  variation  in 
273  X  100  ^ 

the   temperature   of  the  room.      So  long  as   we  investigate   only  small 

intervals  of  the  curve,  i.e.,  when  the  temperature  of  the  room  could  not 

change  by  1°,  no  correction  need  appear  in  the  tables,  and  t^^^^  need  not 

enter  into   the  equation.      When,  however,  the  curve  is  investigated  at 

greater  time  intervals,  a  correction  for  /„„„.  can  be  usefully  applied. 

^'r-^"r  is  the  difference  in  the  temperature  of  the  bath  (and  gas  mixture)  at  the 
time  /  and  t",  read  to  0°*01  on  Beckmann's  thermometer. 

^',.-*"r«>rr.  IS  thc  correctiou  in  millimetre  pressure,  which  is  to  be  added  to  the 
observed  ^-ir"  for  the  variation  of  the  temperature  of  the  bath.  This 
value,  when  the  expansion  of  the  glass  bulb  is  simultaneously  accounted 
for,  equals  1  '8  millim.  for  each  1°  variation  of  temperature  of  the  bath.  The 
value  of  the  correction  was  found  from  direct  observations  on  the  manometer, 
by  bringing  the  bulb  successively  to  higher  temperatures.  This  correction 
is  especially  important  when  small  parts  of  the  curve  are  investigated,  and 
becomes  of  smaller  importance  the  greater  ^'-ir"  is,  since  the  variations 
of  t  remain  almost  constant  during  the  whole  time  of  the  experiment. 

h  is  the  barometric  pressure  at  the  time  t,  read  with  the  vernier ;  the  temperature 
of  the  mercury  is  given  in  brackets. 
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h'-h"  is  the  variation  of  the  barometer  on  passing  from  r  to  r\  when  the 
correction  for  the  temperature  of  the  mercury  is  also  made.  This  correction 
must  be  added  to  the  observed  i/-ir";  it  is  for  the  same  day,  when  the 
barometer  changes  very  little,  of  little  importance;  on  the  contrary,  it 
becomes  important  for  the  ordinary  changes  of  the  barometer. 

^-^'corr.  IS  the  true  variation  in  the  height  of  the  manometer,  if  the  atmospheric 
pressure  and  the  temperature  of  the  bath  (or  of  the  gas  mixture)  should 
have  remained  constant  the  whole  time,  i.e.,  after  the  corrections  for  the 
variations  of  the  temperature  of  the  bath  and  for  the  atmospheric  pressure 
were  made.  Results  were  not  reduced  to  normal  atmospheric  pressure,  since 
this  would  not  serve  any  purpose  (see  Table  I.). 
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Table  I, — CO  and  Cl^  (in  the  glass  bulb). 

The  glass  bulb  was  filled  with  the  gases  in  the  dark.  The  gaises  freshly  prepared 
mercury, and  of  the  cona  SO^H^  (sp.gr,  1*84))  on  the  manometer  was  505*4  millims., 
temperature  of  the  room  24°'5.  On  leaving  the  glass  bulb  in  the  dark  from  Friday, 
temperature  of  the  room  to  22°'3.  The  manometer  rose  from  510  to  513-5,  i.e.,  by 
of  barometer  and  temperature  of  the  room.  Thus  during  three  days  no  combination 
Barometer,  763*2  (21°7),  temperature  of  room,  22°-3.  Manometer  fell  to  51  17,  t>., 
variatiou  of  temperature  of  the  room  and  of  the  atmospheric  pressure.  The  vessel 
oyer  the  bulb  and  the  temperature  of  the  bath  brought  the  light  of  the  manometer 
the  centre  of  glass  bulb  =  62*5  centims. 
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512-7 

-0-3x2 

— 

— 

1 
1 

4 

2     40 

80 

512-4 

-0-5x2 

— 

— 

' 

6 

4       0 

35 

511-9 

0 

— 

, 

6 

4     35 

70 

511-9 

2-6x2 

206 
(th.e.m.f.  =  4-5) 

201-6 

^ 

7 

5     45 

514-5 





266 

Next  day 

— 

— 

— 

1-3x2 

— 

2nd  curve. 

8 

10     33 

19 

515-8-364-9 

2-3 



267 

9 

10     52 

10 

517-0-363-8 

2-4 

197 

197 

— 

10 

11       2 

10-5 

518-3-362-7 

2-4 

" 

At  the  beginning,  during  the  induction  period,  when  no  reaction  is  visible,  no  special 
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AND  STATICS  UNDER  THE  INFLUENCB  OP  LIGHT. 


3,6» 


Experiment  started  5th  July,  1901. 

in  the  daxk.  The  partial  pressure  of  Clg  (from  the  variation  of  the  height  of  the 
and  of  CO  was  110  millims.,  when  the  barometer  was  764*6  miUims.  (21°'7)  and  the 
12  A.M.,  tin  Monday,  11  A.M.,  the  barometer  changed  to  766*85  (21°-4),  the 
(513'5-510'0)  2  =  7  millims.  instead  of  7*2  millims.,  which  corresponds  to  the  variation 
whatever  took  place  in  the  dark.  From  Monday  it  was  left  till  Tuesday,  11  a.m. 
by  (5r35-51-17)  2  =  3'6  millims.  instead  of  3*65  millims.,  corresponding  to  the 
was  then  placed  in  the  dark  of  20^'8.  The  pressure  of  the  water  column  in  the  bath 
to  512-8.     Distance  of  acetylene  light  from  Rubens'  thermopile  =105  centims. ;  from 


'-^"crr: 

The  read 

Calculated 

the  variation 

The 
tempera- 
ture of 
bath  on  V 

tempera- 
ture of 
bath  on 
the  ^^• 
Beck- 
mann 
ther- 
mometer, 

Variation 

of  the 

temperature 

of  the  bath 

Calculated 
correction  for 

in  millimetres, 

Height  of 
barometer, 

h 
at  the  time 

variation 

of  the 

barometer 

in  milli- 

of the 

manometer 

when ' 

corrections  for 

Ko. 

thermo- 
meter, 

and  of  the 
gas  mixture, 

fr-f'r. 

which  is  to 
be  added  to 

v'-t". 

T 

(and  tempera- 
ture). 

metres, 

(corrected 
for  tem- 

temperature 
of  the  bath 

and  for 
atmospheric 

tr. 

perature). 

pressure- 

• 

O 

millims.     o 

were  made. 

e 

e 

millims. 

millims. 

millixnB. 

1st  curve. 

20-8 

3-47 

763-2(21*4) 

1 

1 

0  05* 

1-8  X  0-05  =  0-09 

006 

0-15 

'-r^.. 

3-62. 



2 

f 

004 

1-8  X  0-04  =  0-07 

0  17 

004 

— 

3-56    . 

0-36 

0-65 

T— 

0-41 

0-461 

3     ; 

\. 

3-92 



■ 

4 

1 

0-43 

0-77 

• 

0-29 

006 

1                 "^  * 

4-35 



5 

! 

015 

0-27 

0-13 

0-40 

— -. 

4-60 

0-38 

0-68 



0-28 

6  16 

6 



4-88 

761;95(20-8) 

■ 

7 

; 

— 

-0-48 

-0-86 

— 

-1-8 

-006 

• 
Next  day 

_ 

2nd  curve. 

21-7 

4-40 

003 

1 -8x003  =  00-5 

763 -75  (20 -8) 

006 

2-41 

8 

— 

4-43 

006 

009 

— 

003 

2-62 

9 

4-48 

006 

0-09 

0  03 

2-52 

10 

care  was  taken  to  keep  the  temperature  of  the  bath  and  the  intensity  of  light  constant. 
VOL.    CXCIX. — A.  3    B 
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DR.  MEYER  WILDERMAN  ON  CHEMICAL  DYNAMICS 

Table  I. — CO  and  Clj  (in  the  glass  bulb). 


Indication 

Time  of 

t"-t' 

of  the 

x'-ir" 

No. 

observation, 

in 

manometer  at 

in 

T. 

minutes. 

the  time  r, 

V. 

millimetres. 

2nd  curve. 

m. 

minutes. 

millims. 

11 

12J 

9-5 

519 

5-361-5 

2-2 

12 

22 

10-5 

520 

6-360-4 

2-3 

13 

32^ 

10 

521 

8-359-3 

2-0 

14 

42 

10 

522 

8-358-3 

1-9 

15 

62 

10 

523 

8-357-4 

1-9 

16 

12 

2 

10 

624 

7-356-4 

1-7 

17 

12 

12 

10 

526 

6-355-6 

2-3 

18 

12 

22 

10 

626 

8-354-5 

1-5 

19 

12 

32 

10 

627 

6-363-7 

1-6 

.    20 

12 

42 

9 

528 

3-352-9 

1-7 

21 

12 

51 

9-5 

529 

2-352  1 

1-6 

22 

n 

9-6 

630 

0-351-4 

• 

1-4 

23 

12 

10 

630 

7-350-7 

1-4 

24 

22 

11-6 

531 

4-350-0 

2-1 

26 

33^ 

8-5 

632 

5-349-0 

1-1 

26 

42 

10 

533 

0-348-4 

1-2 

27 

62 

10 

533 

6-347-8 

10 

28 

2 

2 

10 

634 

1-347-3 

1-4 

29 

2 

12 

10-5 

534 

8-346-6 

1-3 

30 

2 

22i 

11 

536 

5-346  0 

1-0 

31 

2 

33^ 

9 

536 

0-345-5 

1-2 

32 

2 

42i 

9-6 

536 

6-344-9 

1-0 

The  intensity 
of  light  in 
millimetre 

deflection  of 

t 

-  th.e.m.f. 

galvanometer, 

i 

(  +  th.e.m.f.). 

millims. 

millims. 

204 

202 

(th.e.m.f.  =  2) 

_ 

203 

201 

(th.e.m.f.  =  2) 
204 

202 

(th.e.m.f.  =  2) 
203-5 

201-5 

(th.e.m.f.  =  2) 

— 

202 

200 

(th.e.m.f.  =  2) 

■ 

— 

— 

204 

201-5 

(th.e.m.f.  =  2) 

— 

202 

198-5 

(th.e.m.f.  =  3-5) 

— 

202 

198-5 

(th.e.m.f.  =  3-5) 
202-2 

198-5 

(th.e.m.f.  =  3-5) 



— 

Sensitiveness 
of  galvano- 
meter 
measiired 

with 

standard 

units  in 

millimetre 

deflection, 

8td. 

(right  &  left). 


267 
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AND  STATICS  UNDEB.  THE  INFLUENCE  OF  LIGHT. 
Experiment  started  5th  July,  1901 — (continued). 


371 


1 
I 
1 

ir'-^".^. 

The  read 

iCalculated 

the  variation 

The 
tempera- 
ture of 
bath  on  V 
thermo- 
meter, 

tempera- 
ture of 
bath  on 
the  tV' 
Beck- 
mann 
ther- 

Variation 
of  the> 
temperature 
of  the  bath 

and  of  the 
gas  mixture, 

fr-f'r. 

Calculated 
correction  for 

fr-f'r 

■  in  millimetres, 
which  ia  to 
be  added  to 

Height  of 
barometer, 

h 
at  the  time 

T 

(and  tempera- 
ture). 

Tariation 

of  the 
barometer 
in  milli- 
1    metres, 
'    h'-h" 
, (corrected 

of  the 

manometer 

when 

corrections  for 

temperature 

of  the  bath 

and  for 

No. 

»D. 

mometer, 

«•  —v  . 

for  tem- 

atmospheric 

<r.. 

• 

perature). 

pressure 
were  made. 

o 

0 

e 

millinM. 

millims.        o 

millims. 

millinM. 

2nd  curve. 

— 

4-53 

-006 

-Oil 

— 

003 

212 

11 

— • 

4-47 

0-05 

0-09 

— 

003 

2-42 

12 

— 

4-52 

0-04 

0-07 

— 

003 

210 

13 

— 

4-66 

-003 

-005 

— 

003 

1-88 

14 

— 

4-53 

006 

Oil 

— 

0  03 

2  04 

16 

— 

4-59 

-0-01 

-0-02 

— 

003 

1-71 

16 

— 

4-58 

-0-26 

-0-47 

— 

003 

1-86 

17 

— 

4-32 

0-04 

0-07 

— 

003 

.      1.-60 

18 

— 

4-36 

0-07 

0-13 

— 

003 

1-76 

19 

— 

4-43 

-016 

-0-27 

— 

003 

1-46 

20 

— 

4-28 

0'09 

016 

003 

1-69 

21 

— 

4-37 
4-42 

005 
0-06 

009 
0-11 

763-3  (21-8) 

003 
001 

1-52 
1-62 

22 
23 

— 

4-48 

-0-22 

-0-40 

— 

001 

1-71 

24 

— 

4-26 

0-08 

0-14 

— 

001 

1-26 

25 

— 

4-34 

0  06 

0-11 

— 

001 

1-32 

26 

21-7 

4-40 

008 

0-14 

— 

001 

115 

27 

— 

4-48 

-015 

-0-27 

— 

001 

114 

28 

— 

4-33 

005 

0-09 

— 

001 

1-40 

29 

— 

4-38 

1 

009 

1-8  X  0-09  =  0-16 

— 

001 

1-17 

30 

— 

4-47 

-014 

-0-25 

— 

001 

0-96 

31 

4-33 

006 

0-09 

3  I 

\  2 

0-01 

110 

32 
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DR.  MEYER  WILDERMAN  ON  CHEMICAL  DYNAMICS 

Table  I. — CO  and  Clj  (in  the  glass  bulb). 


! 

! 

Sensitiveness 

! 

1 

of  galvano- 

1 

The  intensity 

, 

meter 

1 

Indication 

of  light  in 
millunetre 

measured 

' 

Time  of 

t"-t' 

of  the 

«•'-»" 

J        1 

with 

No.       i 

ibservation,' 

in 

manometer  at 

in 

deflection  of 

-th.e.m.f. 

standard 

T. 

minutes. 

the  time  t, 

millimetree. 

galvanometer, 

units  in 

IT, 

(  +  th.e.m.f.). 

millimetre 
deflection 

i 

std.        ;                       1 

■ 

i 

1 

(right  &  left).  1 

2nd  curve. 

h.     m. 

minutes. 

milUms. 

milliiDs. 

millimt. 

milliiiis. 

33 

2     52 

11 

537  1-344 -4 

1-1 

— 

— 

— 

34 

3      3 

10-5 

537 -7-343 -9 

1-2 

— 

— 

— 

35 

3     13i 

11 

538 -3-343 -3 

10 

202 
(th.e.m.f.  =  3-5) 

198-5 

— 

36 

3     24J 

12 

538 -8-342 -8 

1-3 

~ 



— 

37 

3    36^ 

13-5 

539-5-342-2 

11 

202 
(th.e.m.f.  =  3-5) 

198-5  . 

— 

38 

3    60 

16-5 

540-0-341-6 

1-6 

201 
(th.e.m.f.  =  3-5) 

197-6 

— 

39 

4      6i 

13-5 

540-8-340-8 

1-2 

202 
(th.e.m.f.  =  3-5) 

198-5 

— 

40 

4    20 

15-5 

541-4-340-2 

1-1 

204 
(th.e.m.f.  =  5) 

199 

— 

41 

4     35^ 

1       170 

542  0-339 -7 

1-4 

— 

— 

— 

42 

4    52i 

1 

15 

542-7-339-0 

1-0 

202 
(th.e.m.f.  =  3-5) 

198-6 

— 

43 

5      7i 

13 

543-3-338-6 

1-4 

203 
(th.e.m.f.-3-5) 

199.-5 

267 

44 

5   »20J 

544-0-337-9 

— 

— 

3rd  curve. 

1 

11 

1 

0-5 

1 

45 

5     31i 

15 

544-2-337-6 

1 

0 

— 



— 

46 

5    46J 

10 

i  544-2-337-6 

1 

0 

— 



— 

47 
Next  day 
4th  curve 

5    56i 

1 

1 

1 

j  544 -2-337 -6 

— 



267 

1 

1-8 

— 

1 

i 

48 

1    10    56 

10 

'  545  0-366 -6 

i 

0 

202 
(th.e.m.f .  =  2) 

200 

265 

49 

11      6 

10 

545  0-336 -6 

0-4 

— 

— 

— 

50 

11     16 

10 

j  545 -2-336 -4 

"i 

0-6 

201 
(th.e.m.f.  =  l-5) 

199-5 
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AND  STATICS  UNDER  THE  INFLUENCE  OF  LIGHT. 
Experiment  started  5th  July,  1901  (continued). 


873 


The 
tempera- 
ture of 
bath  on  V 
thermo- 
meter, 


The  read 
tempera- 
ture of 
bath  on 

the^V' 
Beck- 
mann 
ther- 
mometer, 
if. 


Variation 
of  the 

temperature 
of  the  bath 
and  of  the 

gas  mixture, 


Calculated 
correction  for 

in  millimetres, 
which  is  to 
be  added  to 


4-38  _ 

4-47 

4-37. 

4-46 

4-35 

4-46 

4-37 

4*34 

4*46 

4-41 

4*53 

4-37 


4-39 
4*46 
4-53 


009 
■O-IO 

009 
■Oil 

Oil 
-0-09 
-003 

0-12 
-0-05 

0-12 
■0-16 


0-02 
007 
0-07 

-0-21 


4-32 

001 

4-33 

003 

4-36 

006 

minima. 

016 
-0-18 

016 
-0-20 

0-20 
-0-16 
-0-05 

0-22 
-009 

0-22 
-0-29 

004 
013 
013 

-0-38 


0-02 
005 
Oil 


Height  of 
barometer, 

h 
at  the  time 

T 

(and  tempera- 
ture). 


Calculated 
variation 
of  the 
barometer 
in  milli- 
metres, 
A'-A" 
(corrected 
for  tem- 
perature). 


the  variation 

of  the 

manometer 

when 

corrections  for 

temperature 

of  the  bath 

and  for 
atmospheric 

pressure 
were  made. 


millims.        o 

millimk. 

~ 

0-01 

■ 

001 

~ 

001 

■^ 

002 

~ 

002 

~ 

002 

" 

002 

"■ 

002 

"~~" 

002 

~ 

002 



002 

"       ' 

001 

"^~ 

002 

762-85(21 -4) 

0-01 

— 

-1-7 

764-55  (21 -4) 


006 
006 
006 


No. 


millima. 
1-27 
103 
117 
1-21 
1-32 
1-46 
1-17 
1-34 
1-33 
1-24 
113 

0-55 
016 
0-14 

-0-28 


008 
0-51 
0-77 


1 2ndcunre. 
I        33 

34 
I  35 
I        36 

37 

38 

39 

40 

41 

42 

43 

44 


3rd  curre. 
45 

46 

47 

Next  day 


4theanre. 
48 

49 

50 
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DR.  MEYER  WILDERMAN  ON  CHEMICAL  DYNAMICS 

Table  I. — CO  and  Clg  (in  the  glass  bulb). 


Sensitiveness 

of  galvano- 

The intensity 

meter 

Indication 

of  light  in 

measured 

Time  of 

t"-t' 

of  the 

■k'—t" 

millimetre 

2 

with 

No. 

observation, 

in 

manometer  at 

in  . 

deflection  of 

% 

-  th.e.m.f. 

standard 

1 

', 

minutes. 

the  time  r, 

millimetres. 

galvanometer, 

units  in 

v. 

i 
(  +  th.e.mf.). 

millimetre 
deflection 

(right*  left). 

4th  curve. 

h. 

m. 

minute*. 

milliini. 

millims. 

millims. 

I 
millinu.        | 

51 

11 

26 

545- 5-336  1 





__ 

13 

.  10 

' 

52 

11 

39 

21 

546  0-335 -6 

2-3 

203 
(th.e.m.f.  =  3) 

200 

— 

53 

12 

0 

18-5 

547 -2-334 -5 

1-3 

— 

— 

1 

~           1 

1 

54 

12 

18^ 

16 

547 -9-333 -9 

1-2 

202 
(th.e.m.f.  =  2) 

200 

55 

12 

34i 

15-5 

548-5-333-3 

1-0 

203-5 
(th.e.m.f.  =  2) 

201-5 

— 

56 

12 

50 

549-0-332-8 

201-5 

199-5 

1 

15 

1-0 

(th.e.m.f.  =  2) 

67 

1 

6 

15 

549-6-332-3 

1-0 

— 

— 

— 

68 

1 

20 

20 

550  0-331 -8 

1-2 

203-5 
(th.e.m.f.=:3> 

200-5 

— 

69 

1 

40 

20 

550-6-331-2 

1-4 

202  0  ' 
(th.e.m.f.-3-5) 

198-5 

— 

60 

2 

0 

551-3-330-5 

203-5 

200-5 



21-5 

11 

(th.e.m.f.  =  3) 

i 

61 

2 

21i 

21-0 

551-9-330-0 

1-2 

204 
(th.e.m.f .  =  3) 

201 

•       ■""* 

62 

2 

42i 

552-5-329-4 

— 





23-5 

0-9 

63 

3 

6 

44 

553-0-329-0 

202 
(th.e.m.f.  =  3) 

199 

" 

5th  curve. 

— 

2-1 

— 

— 

64 

3 

55 

22 

554-0-327-9 

0-8 

1990 

199 

65 

4 

17 

554-4-327-5 

202 

200 

23 

1-0 

(th.e.m.f.  =  2) 

66 

4 

40 

554-9-327-0 

— 





20 

0-6 

67 

5 

0 

23 

552-2-326-7 

1-2 

203 
(the.m.f.  =  2-5) 

200-5 

— 

68 

5 

23 

22 

555- 8-326  1 

0-8 

202-5 
(the.m.f.  =  2-5) 

200 

— 

69 

5 

45 

556-2-325-7 

202-5 
(th.e.m.f.  =  2-5) 

200 
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AND  STATICS  UNDEE  THE  INFLUENCE  OF  LIGHT. 
Experiment  started  5th  July,  1901  (continued). 
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«-'-ir"„„.. 

The  read 

Calculated 

the  variation 

The 
tempera- 
ture of 
bath  on  V 

tempera- 
ture of 
bath  on 
the^^ 
Beck- 
mann 
ther- 
mometer, 

Variation 

of  the 

temperature 

of  the  bath 

Calculated 
correction  for 

in  millimetres. 

Height  of 
barometer, 

h 
at  the  time 

variation 

of  the 

barometer 

in  milli- 

of the 

manometer 

when 

corrections  for 

No. 

thermo- 
meter, 

and  of  the 
gas  mixture, 

fr-r'r. 

which  is  to 
be  added  to 

T 

(and  tempera- 
ture). 

metres, 

(corrected 
for  tem- 

temperature 
of  the  bath 

and  for 
atmospheric 

tr^ 

perature). 

pressure 
were  made. 

e 

4-42 
4-48 
4-22 

006 

-0-26 

013 

millima. 

Oil 
-0-47 

0-23 

miliims.        « 

miliims. 

008 
0-12 
0-11 

119 
1-95 
1-64 

4th  curve. 
51 

62 

63 



4-35 

0 

0 

— 

009 

1-29 

54 



4-36 

005 

0-09 

— 

0-09 

118 

66 

21-7 

4-40 

006 

Oil 

— 

009 

1-20 

56 



4-46 

-0-10 

-018 

763-9  (22-4) 

0-04 

0-86 

57 

— 

4-36 
4-47 
4-37 

Oil 

-010 

006 

0-20 

-0  18 

Oil 

— 

006 
006 
0-06 

1-46 
1-28 
1-27 

58 
59 
60 



4-43 

-0-07 

-013 

— 

006 

113 

61 



4-36 

0-20 

0-36 

— 

006 

1-32 

62 

4-56 

63 

— 

— 

-006 

-Oil 

— 

013 

212 

5th  curve. 



4-50 

013 

0-23 

— 

006 

1-09 

64 



4-37 

0 

0 

— 

006 

106 

65 



4-37 

018 

0-33 

— 

006 

0-99 

66 



4-65 

-013 
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If  we  now  draw  curves,  taking  the  times  ra  as  abscissae  and  the  corresponding 

IT    "^   IT 

amount  of  carbonyl  chloride  formed  {i.e.,  the  it's)  as  ordinates,  then  the 's  or 

''■3  ~"  ''"i 

z-  's  give  the  rate  of  formation  of  carbonyl  chloride,  or  the  rate  of  combination  of 

chlorine  and  carbon  monoxide.  The  curves  appear  to  be  remarkably  regular,  especially 
those  obtained  with  the  glass  bulb.  The  total  number  of  direct  observations  is  in 
Table  L  about  70.  To  trace  the  nature  of  the  curve  through  its  whole  length 
observations  were  made  at  small  intervals,  thus  dispensing  with  interpolating  results. 
Errors  arising  from  the  variations  of  the  temperature  of  the  bath,  from  the  variations 
of  the  barometric  pressure,  &c.,  can  never  be  completely  eliminated  by  the  application 
of  corrections.  For  this  reason  they  are  greater  in  the  results  obtained  for  small 
intervals  than  when  greater  ones  are  taken.  .  By  this  method  the  phenomenon  is 
nevertheless  more  thoroughly  known  and  its  nature  more  evident,  since  such  an 
investigation  of  the  curve  does  not  permit  of  phenomena  characteristic  of  only  one  part 
of  the  curve  obscuring  the  true  nature  of  other  parts  of  the  curve.  As  will  be  seen 
from  the  tables  given  below  this  course  proved  to  be  necessary  in  our  case,  since  at 
the  beginning  of  the  curves  we  always  met  with  a  peculiar  phenomenon,  called 
"  induction,"  not  characteristic  of  the  rest  df  the  curve. 

When  the  — — —  's  or  —  's  are  successively  taken  on  the  curve  and  compared  with 

one  another,  we  find  that  they  start  with  very  small  values  approaching  zero  (the 
curve  staiiis  asymptotically  to  the  abscissa),  and  gradually  increase  till  they  reach 
a  maximum,  after  which  they  gradually  decrease.  If  we  consider  curves  (l),  (2)^(3), 
(4)  and  (5)  of  Table  I.  as  parts  of  the  same  curve,  belonging  all  to  one  system,  we  find 

that  the  —  's  gradually  diminish,  approaching  the  value  of  zero,  i.e.,  when  no  more 

reaction  takes  place.  This  takes  place  when  one  of  the  combining  substances,  com- 
pletely disappears  from  the  gas  mixture. 

An  investigation  of  the  curves,  after  the  —  's  arrived  almost  at  their  maximum, 

shows  with  absolute  certainty  that  the  equation 

[log,(A-ar0^1og.(A-a:,)  +  log.(B-a;,)-log,(B-.a:,)]:(T,-^^^^  (l) 

(a  constant)  holds  good,  where  A  and  B  are  the  quantities  or  volumes  or  partial 
pressures  of  chlorine  and  carbon  monoxide  before  the;  reaction  was  first  started, 
expressed  in  millimetre  pressure  of  the  manometer.  A  —  Xi^  A  —  Xp  B  —  ajj,  B  —  x^^ 
are  the  quantities  of  chlorine  and  of  carbon  monpxide  present  in  the  system  at  the 
times  Ti  and  r^  (see  Table  II.  below). 

It  is  thus  evident  that  our  integral  jequation  must  be 

^[log,(A-x,)  -  log,(A-x,)  +  log,(B-X3)  - log,{B-x,)]:{r,-T,)  =  K    (2). 
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The  diiFerential  equation  giving  the  law  of  velocity  of  reaction  is  thus 

dx 


dr 


=  K(A-a;)(B-a;) .     .(3), 


i.e.^  the  velocity  of  combination  of  chlorine  and  carbon  monoxide  in  light,  or  the 
velocity  of  the  formation  of  carbonyl  chloride,  is  at  the  time  t  directly  proportional  to 
the  product  of  the  reacting  masses  at  the  time  r.  Since  the  chemical  equation  for 
the  reaction  is  Clg  +  CO  =  COCl^,  this  equation  in  light  has  the  form  which  it  ought 
to  have  according  to  the  law  of  mass  action  in  homogeneous  systems,  if  the  chemical 
reaction  were  to  go  on  in  the  dark  as  the  outcome  of  those  intrinsic  properties  of 
matter  only,  which  we  call  chemical  affinity  or  chemical  potential.  In  the  above 
equations  K  is  the  velocity  constant,  which  gives  the  velocity  of  combination  of  chlorine 
and  carbon  monoxide  under  given  conditions  of  experiment,  when  A  —  cc  for  chlorine 
is  1  and  B  —  cc  for  carbon  monoxide  is  1.  K  in  the  above  equations  is  evidently  also 
an  integral  velocity  constant  for  all  wave  lengths  of  the  acetylene  light,  the  value  of 
(K)  being  different  for  each  wave  length.     Since,  however,  each  wave  length  has  an 

doc 
equation  of  the  same  form  -r-  =  (K)  (A  —  a;)  (B  —  a;),  the  equation  for  light  consisting 

of  more  than  one  wave  length  remains  the  same  ;  K  or  (K)  is  besides  a  function  of  the 
intensity  of  light,  of  the  temperature,  and  of  the  surrounding  medium. 

In  the  following  tables  (II,  III,  IV.  and  V.) : 

No.  is  the  number  of  the  observation. 

IT  —  it'  =  dx  is  the  amount  of  carbonyl  chloride  formed,  or  of  chlorine  or  of  carbon 

monoxide  which  has  disappeared  during  the  times  t^  —  Tj. 
A  —  a?  is  the  quantity  of  chlorine  present  in  the  system  at  the  time  t. 
B  —  a:  is  the  quantity  of  carbon  monoxide  present  in  the  system  at  the  time  t. 
Tg  —  Ti  is  the  time  between  two  successive  observations. 

Equation  (2)  should  be  true  if  the  law  of  mass  action  holds  good. 

gives  the  rate  of  formation  of  carbonyl  chloride  at  the  successive  times  ;  this 

ought  to  be  constant,  if  the  rate  of  formation  of  carbonyl  chloride  in  a  unit 
of  time  were  independent  of  the  reacting  masses  and  were  directly  proportional 
to  the  intensity  of  the  light  introduced  only. 
(A  —  x)  gives  the  rate  of  formation  of  carbonyl  chloride  at  the  time  r,  divided 

by  the  quantity  of  chlorine  present  in  the  system  at  the  time  t.  This  ought 
to  be  constant  if  the  rate  of  formation  of  carbonyl  chloride  at  a  given  intensity 
of  light  were  directly  proportional  to  the  amount  of  light  absorbed  by  the 
system  (i.e.,  by  chlorine)  in  the  unit  of  time  during  the  reaction. 


VOI^.  cxcix, — A,  3  c 


dx 
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dx 
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In  the  above  tables  curves  (1),  (2),  (3),  (4),  and  (5),  all  belong  to  one  system 
at  21°7. 

The  values  of  K  in  the  above  tables,  calculated  from  equation  (1),  show,  that  as 
the  system  is  brought  from  the  dark  to  the  light  the  reaction  at  first  does  not  appear 
to  be  going  on,  then  it  goes  on  very  slowly  giving  very  small  values  for  K,  gradually 
the  values  for  K,  and  with  it  the  speed  of  reaction,  increase  until  the  values  obtained 
for  K  remain  constant,  the  speed  diminishing  at  the  same  time  according  to  the  law 
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of  mass  action.  If  after  the  values  of  K  remain  constant  for  a  sufficient  time,  the 
light  is  removed  for  some  hours,  and  the  system  again  exposed  to  the  light,  we  again 
find  the  same  phenomenon  ;  the  velocity  constant  K  is  not  obtained  at  once  but  only 
after  the  reaction  has  gone  on  for  some  time.  Further,  it  is  found  that  in  every 
case  the  same  velocity  constant  is  obtained  aft»r  a  time.  It  follows  from  this  that 
the  combining  chlorine  and  carbon  monoxide  when  exposed  to  light  of  a  certain 
intensity  and  composition,  always  acquire  after  a  certain  time  the  same  constant 
properties,  the  same  chemical  affinity  to  one  another.  The  fact  that  the  same 
constant  was  found  in  all  curves  of  the  same  system,  and  that  the  investigation  was 
carried  on  as  far  as  80"66  per  cent,  (in  Tables  I.  and  II.)  and  39*16  per  cent,  (in 
Table  III.)  of  the  total  amount  of  possible  combination,  shows  that  the  above 
equation  (3),  p.  377,  which  is  a  true  expression  of  the  law  of  mass  action,  truly 
represents  the  ftmdamental  law  underlying  chemical  kinetics  in  light.  At  the  same 
time  the  last  two  columns  of  the  above  tables  illustrate  beyond  any  doubt  that  it  is 
no  longer  possible  to  assume  that  a  law  analogous  to  Faraday's  for  electrolysis 
governs  the  phenomena  of  chemical  kinetics  in  light. 

Instead  of  getting  a  constant  in  the  last  columns,  the  values  of  dx/dr- 100  fall 
from  25-2  to  41  (in  Table  IL),  and  from  40  to  186  (m  Table  III.),  and  the  values  of 

%'^^W^   (in   Table   II.)   fall  from   50*9   to   9*9,   and  (in  Table   III.)  from   205 

to  136.  Special  attention  should  be  given  to  the  curves  (1),  (2),  (3),  (4),  and  (5), 
of  Table  II.  Here  a  large  quantity  of  chlorine  and  a  small  quantity  of  carbon 
monoxide  were  employed  ;  in  this  way  the  variations  in  the  quantity  of  carbon 
monoxide  were  increased,  and  in  that  of  chlorine  made  small,  i.e.y  it  is  the  variation 
in  the  quantity  of  the  carbon  monoxide  which  absorbs  but  little  light,  and  not  in  the 
quantity  of  the  chlorine,  which  absorbs  much,  which  in  this  case  proves  to  be  the 
main  cause  of  the  velocity  of  reaction  decreasing  so  rapidly.  It  is  thus  evident  that 
it  is  not  the  quantity  of  light  absorbed  by  the  molecules  in  the  unit  of  time,  but  the 
quantity  of  the  reacting  substances  present,  which  determines  the  velocity  of  the 
reaction,  no  matter  what  quantity  of  light  the  molecules  absorb,  provided  that  under 
the  action  of  light  the  atoms  and  molecules  acquire  that  quantity  of  energy  which  is 
characteristic  of  them  after  the  period  of  "  induction  "  has  passed.  In  other  words  a 
system  containing  two  molecules  chlorine  and  one  molecule  carbon  monoxide  will 
combine  at  the  same  rate  as  a  system  containing  one  molecule  chlorine  and  two 
molecules  carbon  monoxide,  though  the  first  system  absorbs  almost  twice  as  much 
light  as  the  second. 

The  "  Induction "   and   "  Deduction  **  Periods  of  Energy  of  the  System  and  the 
Chemical  Periods  of  "  Induction  "  and  "  Deduction  "  in  Light. 

Having  considered  those  parts  of  the  curves  where  the  velocity  constant  can  be 
traced,  we  now  consider  the  parts  before  the  velocity  constant  is  reached.     We  find 
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that,  starting  with  a  system  such  as  chlorine  and  carbon  monoxide,  at  first  it  seems 
for  some  time  that  no  combination  takes  place  at  all.  Combination,  however,  becomes 
gradually  more  and  more  apparent,  the  velocity  becomes  greater  and  greater,  till  a 
constant  value  for  K  is  obtained.  This  is  a  peculiar  phenomenon,  which  Bunsen 
and  RoscoE  first  observed  in  the  case  of  chlorine  and  hydrogen,  and  which  they 
appropriately  called  the  "  induction  period."  If  now,  after  the  velocity  constant  has 
been  observed  for  some  time,  the  light  is  removed  from  the  system,  the  reaction  at 
once  becomes  very  slow  and  soon  stops.  If  the  system  is,  after  a  time,  again  exposed 
to  light,  we  find  at  first  an  "induction  period,"  after  which  the  same  velocity 
constant  is  obtained.  This  shows  that  as  the  light  is  removed  fi^om  the  system  the 
reacting  molecules  lose  the  properties  which  they  had  acquired  in  the  light,  gradually 
returning  to  their  old  state ;  and  that  when  the  system  is  again  exposed  to  the  light 
the  molecules  and  atoms  each  time  gradually  acquire  the  same  new  properties. 
Besides  the  "  induction  period"  we  thus  have  to  deal  also  with  a  "  deduction  period." 
The  "  induction  period  "  is  evidently  not  due  to  the  absence  of  some  product  of  the 
reaction,  but  is  a  period  during  which  the  molecules  and  atoms  of  the  systems 
continuously  change  their  state  of  energy  from  that  in  the  dark  to  that  in  the  light ; 
and  the  "deduction  period"  is  a  period  during  which  the  molecules  and  atoms 
gradually  return  from  their  state  of  energy  in  the  light  to  the  state  of  energy  they 
possess  in  the  dark.  The  properties  of  the  "  induction  "  and  "  deduction  "  periods 
require,  however,  still  further  consideration.  On  removing  the  light  from  the  system, 
that  state  of  energy  of  the  atoms  and  molecules  which  makes  them  capable  of 
entering  into  reaction  rapidly  passes  away,  with  the  energy  stored  in  the  molecules 
and  atoms  under  the  action  of  light,  and  is  transformed  partly  into  heat  and  partly 
in  chemical  action  as  long  as  this  goes  on  after  the  removal  of  the  light. 

The  curves  given  above  show,  however,  that  while  chemical  action  ceases,  or 
apparently  ceases,  after  a  short  time,  it  takes  a  considerable  time  before  the  atoms 
and  molecules  again  completely  acquire  the  properties  which  they  previously  had 
in  the  dark.  Thus,  between  the  first  curve  and  the  second  (between  7  and  8)  the 
light  was  removed  for  16  hours  and  48  minutes,  between  the  third  and  fourth 
(between  47  and  48)  for  17  hours,  between  the  fourth  and  fifth  (63  and  64)  the  light 
was  interrupted  only  for  5  minutes,  and  the  rest  of  the  time  (39  minutes)  it  was 
again  exposed  to  the  light.  We  nevertheless  find  that,  after  17  hours,  the  "induction 
period  "  of  the  second  curve  did  not  again  become  as  slow  as  it  was  in  the  first 
curve;  after  the  third  interruption  of  the  light,  for  about  the  same  17  hours,  the 
"  induction  period "  was  almost  quite  the  same — starting  with  almost  the  same 
values  of  K ;  again,  during  the  fourth  interruption  of  the  light  for  only  a  few 
minutes,  the  chlorine  and  carbon  monoxide  of  the  system  returned  only  so  little 
to  the  properties  which  they  had  at  first  in  the  dark  that  no  marked  variation 
in  the  value  ,of  the  velocity  constant  K  could  be  established.  Thus  we  find  a 
remarkable  analogy  (though  not  a  reversible  identity)  between  the  period  of  "  deduc- 


Digitized  by 


Google 


AND  STATICS  UNDER  THE  INFLUENCE  OP  LIGHT.  391 

tiou"  and  "induction."  On  exposing  the  system  for  the  first  time  to  light,  the 
energy  of  the  light  is  absorbed  by  the  system  for  a  considerable  time  before  the 
atoms  and  molecules  acquire  the  state  of  energy  when  the  reaction  becomes  apparent, 
i.e.,  the  energy  of  the  system  first  continuously  increases  and  changes  though  no 
chemical  effect  can  be  perceived  in  the  system.  When  the  chemical  reaction 
becomes  evident  the  chemical  "  induction  period"  then  continues  till  the  new  constant 
state  of  energy  characterised  by  K  is  reached.  On  removing  the  light,  the  chemical 
"deduction  period"  continues  only  a  short  time,  when  the  reaction  ceases  to  take 
place,  but  it  takes  a  long  time  for  the  atoms  and  molecules  to  lose  those  properties 
which  they  acquired  in  the  light  before  chemical  reaction  started,  and  this  gradual 
diminution  of  the  energy  of  the  system  is  again  not  to  be  discovered  from  the 
chemical  reactions  of  the  systems.  The  chemical  "  deduction  period,"  however,  lasts 
much  less  time  than  the  chemical  "  induction  period."  It  is  evident  that  the  curves 
of  the  "  induction"  and  "  deduction  periods"  given  above  only  represent  the  amount 
of  chemical  transformation,  i.e.,  are  curves  of  chemical  "  induction"  and  "deduction," 
and  are  not  the  curves  which  represent  the  gradual  increase  and  decrease,  the 
"  induction  "  and  "  deduction  "  periods,  of  the  whole  energy  of  the  system,  when  it  is 
exposed  to  light  or  when  light  is  removed  fi'om  the  same.  There  are  other  methods 
by  which  the  variation  of  energy  during  the  "induction"  and  "deduction"  periods 
may  be  determined.  The  author  is  now  engaged  in  the  elucidation  of  the  laws 
concerning  the  induction  and  deduction  periods  of  energy  which  up  to  the  present 
have  only  the  character  of  qualitative  observations.* 

7%e  Influence  of  Small  Traces  of  Air  and  Water  upon  the  Mixture  of  Pure 
Chloi^ne  and  Carbon  Monoxide  {and  other  Gaseous  Systems). 

The  admixture  of  small  traces  of  air  with  the  reacting  gases  produces  a  most 
remarkable  retarding  effect  upon  the  velocity  of  the  reaction.  Bunsen  and  RoscoE 
found  that  this  held  for  a  mixture  of  chlorine  and  hydrogen,  so  that  it  appears  to 
be  a  general  rule  for  all  gaseous  systems. 

Two  "  quartz  vessels  "  were  placed  one  behind  the  other,  both  vessels  were 
evacuated  and  treated  in  exactly  the  same  way,  and  finally  filled  vsith  carbon 
monoxide  from  the  same  sample  at  the  same  time.  Chlorine  fi'om  the  same  sample 
was  driven  by  means  of  the  same  concentrated  sulphuric  acid  (which,  for  reasons 
mentioned  before,  it  was  hnpossible  to  keep  for  any  length  of  time  quite  free  from 

*  As  to  the  chemical  induction  and  deduction  periods  it  is  evident  that,  since  velocity  of  reaction 
follows  the  law  of  action  of  mass,  when  the  molecules  taking  part  in  the  reaction  have  attained,  under 
the  influence  of  light,  a  constant  vahie  of  their  chemical  potentials,  the  same  law  of  mass  action  must  also 
be  the  governing  principle  for  the  velocity  of  reaction  at  any  given  moment  of  the  chemical  induction  and 
deduction  periods,  only  the  velocity  constant,  K  in  equation  (3),  will  vary  in  time  as  the  chemical 
potentials  of  the  reacting  substances  change. 
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air)  first  into  the  vessel  behind,  and  then,  about  a  quarter  of  an  hour  later,  into  the 
vessel  in  front.  Both  vessels  were  simultaneously  exposed  in  the  bath  to  the  same 
acetylene  light,  but  the  velocity  of  combination  of  chlorine  and  carbon  monoxide  was 
considerably  slower  in  the  front  vessel  than  in  the  vessel  placed  behind  it.  (The 
opposite  would  have  been  expected.)    (See  Curves  1  and  2  of  Tables  III.  and  IV.) 

The  accelerating  influence  of  water  vapour  upon  the  velocity  of  reaction  is  very 
great.  The  same  glass  bulb  was  filled  with  the  chlorine  and  carbon  monoxide,  both 
freshly  prepared  in  the  dark.  The  chlorine  was  in  both  cases  absolutely  the  same, 
I.e.,  equally  dry;  the  freshly  prepared  carbon  monoxide  on  the  contrary  was  allowed 
to  bubble  in  the  two  experiments  through  different  heights  of  sulphuric  acid  in  the 
bulb  S  (fig.  1,  p.  340)  by  tilting  the  bulb  more  in  the  second  experiment  than  in  the 
first.  The  sulphuric  acid  was  the  same  in  both  cases,  and  each  time  was  first  heated 
in  the  bulb  in  a  vacuum  till  it  was  perfectly  fi^eed  fi'om  any  gas.  The  fi'eshly-prepared 
carbon  monoxide  was  thus  most  probably  in  one  case  a  little  drier  than  in  the  other, 
and  the  difference  in  the  quantity  of  water  still  retained  by  the  carbon  monoxide 
evidently  could  only  be  exceedingly  very  small  The  difference  in  the  speed  ot 
combination  of  carbon  monoxide  and  chlorine  on  the  contrary  proved  to  be  very  great. 
(See  curves  of  Table  V.) 

A  fiirther  experiment  was  thus  made : — ^The  gases  were  brought  into  the  glass 
bulb  containing  ordinary  concentrated  sulphuric  acid  fi^eed  fi*om  air,  well  shaken,  then 
left  in  the  dark  for  about  two  days,  and  then  exposed  to  the  powerfiil  acetylene 
light;  no  reaction  could  be  observed  after  several  hours  during  two  days,  but 
on  exposure  to  sunlight  the  two  gases  combined,  though  only  exceedingly  slowly. 
Since  the  concentrated  sulphuric  acid  was  of  sp.  gr.  1*84,  it  contained  water,  and  it 
must  still  have  had  (Regnadlt)  a  vapour  pressure  of  water,  though  an  extra- 
ordinarily small  one,  so  that  the  pressure  of  water  vapour  was  still  not  absolutely 
excluded,  and  this  may  be  the  cause  why  an  exceedingly  slow  reaction  could  still  take 
place  in  sunlight. 

Thus,  the  less  water  vapour  is  present  with  the  gases  the  slower  is  the  reaction. 
Reaction  takes  place  in  the  presence  of  an  exceedingly  small  quantity  of  water  vapour 
in  the  mixture ;  small,  apparently  immeas\u*eable,  differences  in  the  amount  of  water 
vapour,  at  any  rate  when  the  vapour  is  present  only  in  small  quantities,  produces 
great  differences  in  the  velocity  of  the  reaction* 

It  should  be  observed  that  we  could  not  use  greater  quantities  of  water  vapour  for 
the  experiments,  still  less  could  we  have  the  gases  in  presence  of  water,  because  water 
decomposes  the  carbonyl  chloride  formed,  giving  carbonic  and  hydrochloric  acids. 

BuNSEN  and  Roscoe  used  their  mixture  of  chlorine  and  hydrogen  in  the  presence 
of  water  saturated  with  these  gases.  Pringsheim  found  later  on  that,  if  chlorine 
and  hydrogen  are  taken  quite  dry,  they  do  not  combine  in  light  at  all.  This 
phenomenon  Pringsheim  thought  possible  to  explain  in  the  following  manner : — 
The  chlorine  and  hydrogen,  according  to  his  conception,  do  not  combine  directly  to 
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hydrochloric  acid,  but  chlorine  and  water  first  form  an  intermediate  compound 
hypochlorous  acid  (and  hydrogen),  which  with  hydrogen  forms  the  hydrochloric  acid, 
setting  free  the  same  molecules  of  water  which  are  again  used  in  the  reaction,  i.e., 
instead  of  having  U^  +  Cl^  =  2HCL,  we  have  Cl^  +  H^O  =  Cl^O  +  Hg ;  Cl^  +  H^ 
=  2HC1  +  HgO.  I  doubt  the  correctness  of  this  explanation  for  the  following . 
reason : — ^It  is  known  that  chlorine  and  water,  when  exposed  to  light,  form  not 
hypochlorous  acid  but  hydrochloric  acid  (Witpwer,  Bunsen,  and  Roscoe).*  Still 
the  diflSculty  remains  that  chlorine  and  hydrogen  are  not  the  only  system  having 
such  properties.  The  system  chlorine  and  carbon  monoxide  exhibits  the  same 
property.  We  also  know  that  anmionia  and  hydrochloric  acid  do  not  combine 
when  perfectly  dry ;  carbon  monoxide  and  hydrogen  do  not  explode  when  perfectly 
dry  (Dixon);  perfectly  dry  hydrogen  peroxide  does  not  act  upon  a  photographic 
plate  (Russell).  For  this  reason  it  seems  that  in  gaseous  systems  a  phenomenon  is 
met  which  in  other  cases  is  called  "  catalytic  action,"  in  which  a  reaction  is  accelerated 
or  caused  by  the  presence  of  an  extraneous  substance,  which  apparently  or  in  reality 
takes  no  part  in  the  reaction,  e.g.,  the  action  of  platinum-black  upon  the  decompo- 
sition of  hydrogen  peroxide,  &c. 

The  catalytic  action  of  gases  upon  the  velocity  of  reaction  in  the  gaseous  systems 
may  be  divided  into  "  catalytic  action  with  an  accelerating  influence  "  (to  this  belongs 
the  action  of  water  vapour  upon  the  gaseous  systems  mentioned  above)  and  into 
"  catalytic  action  with  a  retarding  influence  "  (to  this  belongs  the  action  of  oxygen  or 
air  upon  the  systems  chlorine  and  hydrogen  or  chlorine  and  carbon  monoxide).  This 
division  is,  however,  of  a  purely  formal  nature,  and  hardly  anything  is  known  of  the 
ultimate  nature  of  the  phenomenon. 

Velocity  of  Chemical  Reaction  and  Chemical  Equilibrium  in  Light. 

Having  thus  established  beyond  any  doubt  that  the  velocity  of  reaction  in  light  is 
governed  in  homogeneous  systems  by  the  same  law  of  mass  action  as  in  the  dark,  the 
influence  of  temperature  as  well  as  of  the  intensity  of  light  upon  the  value  of  the 
velocity  constant,  as  well  as  the  connexion  between  the  velocity  constant  and  the 
wave  length  on  the  monochromatic  light,  have  still  to  be  investigated ;  and  finally 
the  investigation  of  heterogeneous  systems  regulated  by  other  frmdamental  principles 
remains  necessary.     This  will  form  the  subject  of  the  author's  fiiture  investigation. 

On  the  other  hand  the  solution  of  the  problem  for  chemical  kinetics  in  light 
evidently  already  shows  with  perfect  certainty  that  the  law  of  mass  action,  which 
governs  chemical  equilibrium  in  homogeneous  systems  in  the  dark  must  necessarily 
also  govern  chemical  equilibrium  in  the  light.     It  is  most  remarkable  that  we  do  not 

*  Professor  DixoN,  in  a  private  communication,  makes  a  better  suggestion — that  the  reaction  betwf^n 
hydrogen  and  chlorine  is  to  be  conceived  thus : — CI2  +  H2O  =  2HC1  +  0  (nascent) ;  0  i-  Ha  =  H2O, 
the  first  equation  being  reversible. 

VOL,  cxcjx.— A,  3  h; 
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know  of  any  reversible  system,  in  which  the  two  opposite  reactions  do  not  go  on  in 
the  dark  but  go  on  in  the  light.  But  we  do  know  systems  in  which  one  reaction 
goes  on  in  the  dark  and  is  modified  in  light,  while  the  opposite  reaction  goes  on  in 
the  light  only,  e.g., 

2AgCl  in  solution  tzi;  Agj  (or  Ag^Cl)  in  soL  +  Cl^  i'^  sol« 

if    ,  it 

AgCl  solid  Ag  (or  AggCl)  solid. 

Here  is  an  homogeneous  system,  on  the  one  hand  silver  chloride  is  decomposed  by 
light  into  silver  and  chlorine  or  silver  sub-chloride  and  chlorine  (this  question  is  at 
present  unsettled),  on  the  other  hand  silver  (or  silver  sub-chloride)  and  chlorine 
combine  in  the  dark  forming  silver  chloride,  and  this  combination  evidently  goes  on 
in  light  also  (though  probably  with  a  different  speed).  Let  the  volume  of  the  solution 
be  V.     For  the  first  reaction  in  light  we  have  according  to  the  law  found  above 

dx  I -A  ■■""  fly  I  -A  "^  oc 

—-  =  c 1 —  ,  where  is  the  concentration  of  the  molecules  of  silver  chloride  in 

dr  ^5!       '  ^ 

solution  (however  small  this  may  be)  at  the  time  t,  and  xjv  is  the  concentration  of 
the  chlorine  as  well  as  of  the  silver  molecules  formed  in  solution ;  c  is  the  velocity 
constant  which  changes  with  the  intensity  and  composition  of  the  light  passing 
through  the  system.     For  the  second  reaction  we  have  according  to  the  law  of  mass 

(dx\        ,  fx\^ 
action  in  the  dark  ( T )  =  ^' I""  I  >  where  c'  is  the  velocity  constant  for  the  reaction  in 

which  silver  chloride  is  formed  fi'om  silver  and  chlorine.  The  velocity  constant  in 
light  is  different  fi-om  that  in  the  dark,  say  c'\  however  small  this  difference  may  be, 
for  the  reason  that  chlorine  and  silver  are  in  a  different  state  of  energy  in  the  dark 
and  in  the  light.  It  follows  from  this  that  when  equilibrium  takes  place  in  the  light, 
or  when  no  further  variation  in  the  masses  takes  place, 

that  is,  we  must  at  the  point  of  equilibrium  get  a  constant  K,  which  will  regulate  the 
masses  forming  the  reversible  system  with  the  variation  of  the  volume  or  of  the 
concentrations  or  of  the  partial  pressures  of  the  substances,  because  both  opposite 
reactions  have  each  a  separate  velocity  constant  before  equilibrium.  Though  this 
proof  of  the  necessity  of  the  existence  of  a  constant  of  equilibrium  is  absolute,  it 
would  have  been  very  valuable  and  desirable  to  directly  illustrate  the  equilibrium 
constant  K  in  a  reversible  system  firom  the  varying  masses  at  equilibrium,  as  we 
succeeded  in  doing  for  the  velocity  of  reaction.  Unfortunately  there  is  not  one 
homogeneous  system  known  where  such  a  proof  could  be  successfully  carried  out.  It 
is  well  to  remember  the  enormous  difficulties  one  meets  with  in  this  region,  when  even 
such  apparently  simple  reactions  as  the  cojnbination  of  carbon  monoxide  ^d  chlorip^ 
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or  of  chlorine  and  hydrogen,  are  to  be  measured  quantitatively.  The  author  is  at 
present  engaged  in  such  attempts  to  test  directly  the  constants  of  equilibrium,  not  so 
much  because  the  law  needs  further  confirmation,  as  on  account  of  the  very  interesting 
thermodynamic  connection  which  must  exist  between  the  constant  of  equilibrium,  the 
heat  of  reaction  in  light,  and  the  absolute  temperature  on  the  one  hand,  and  the 
constant  of  equilibrium  and  the  intensity  of  light  on  the  other. 

Appendix  :  ThermodynamiccU  Considerations. 

The  above  experimental  results  find  their  rational  basis  and  explanation  in  thermo- 
d3mamics.  The  condition  of  equilibrium  in  a  homogeneous  system,  when  only 
chemical,  thermal,  and  mechanical  energy  are  taken  into  consideration,  is  according 
to  GiBBS :  dE  =  tdrj  —  pdv  +  /^^dm^  +  ii^dm^  .  .  .  +  ft»dlwi^=  0,  where  E  is  the 
energy,  rj  the  entropy,  m^,  m^  .  .  .  m^  the  quantities  of  the  substances  S^,  S^ . . .,  f^i,  H-^ 
the  chemical  potentials  of  Sj,  S^  .  .  .  Let  us  now  assume  that  the  system  is  exposed 
to  light  of  constant  intensity  and  composition,  aud  that  the  system  is  in  such  thin 
layer  that  the  intensity  of  the  light  is  the  same  in  all  parts  of  it.  Since  all 
substances  absorb  light  and  the  light  absorbed  is  not  completely  transformed  into 
heat,  a  part  of  the  light  will  appear  as  other  forms  of  kinetic  energy  of  the  atoms 
aud  molecules.  From  a  molecular  mechanical  point  of  view  this  will  mean  that 
under  the  influence  of  light  the  amount  of  work  present  in  the  molecules  as  energy 
of  the  atoms  increases.  Obviously  the  ratio  of  the  amount  of  light  transformed  into 
heat  to  that  transformed  into  kinetic  energy  of  the  atoms  is  not  constant.  At  first 
the  energy  of  the  atoms  and  molecules  gradually  increases  (induction  period  of 
energy),  until  a  reaction,  a  shifting  of  the  point  of  equilibrium  to  another  one,  becomes 
possible  (chemical  induction  period),  which  is  observed  by  an  increase  of  the  velocity 
constant.  Under  the  action  of  light  the  storage  of  energy  in  the  atoms  and  molecules 
ultimately  reaches  a  maximum,  after  which  light  produces  no  more  strain  upon  the 
atoms,  preventing  them  only  from  losing  the  energy  once  acquired,  and  the  whole  of 
the  light  entering  into  the  system  is  transformed  into  heat.  This  maximum  kinetic 
energy  of  the  atoms  is  a  function  of  the  intensity  and  composition  of  light,  of  the 
nature  of  the  substance,  of  the  surrounding  medium,  &c.,  and  becomes  apparent  in 
the  fact  that  a  velocity  constant,  indicative  of  constant  properties  of  the  atoms  and 
molecules,  is  obtained.  When  light  is  removed  from  the  system  the  energy  stored  in 
the  atoms  and  molecules,  under  the  impulses  of  the  light  waves,  gradually  disappears, 
changing  either  into  chemical  energy  and  heat  (as  long  as  the  reaction  continues  in 
the  dark,  chemical  deduction  period)  or  into  heat  alone  (deduction  period  of  energy). 
When  the  maximum  kinetic  energy  of  the  atoms  is  reached  under  the  action  of  light, 
It  is  evident  that  the  energy  stored  up  must  be  directly  proportional  to  the  mass  of 
each  substance.  To  the  above  equation  for  equilibrium  the  terras  i/jrfm^  +  i^gdm^ .  .  . 
+  P^dm^  must  therefore  be  added.      By  means  of  a   cycle  process  at  a   constant 
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temperature  it  can  also  be  shown  that  the  entropy  of  the  system  changes  in  light. 
When  chemical  transformation  takes  place  in  the  system  this  is  also  accompanied  by 
variation  in  its  mechanical  energy.  The  kinetic  explanation  of  the  phenomena  of 
absorption,  dispersion,  fluorescence,  by  Stokes  and  Helmholtz,  led  the  author  to 
the  conclusion  that  the  energy  stored  in  the  atoms  and  molecules  under  the  action  of 
light,  partly  transforms  into  chemical,  partly  into  kinetic  energy  sid  generisy  which 
may  be  called  light-kinetic  energy, — ^a  conclusion  strengthened  by  the  author's 
experiments  on  the  effect  of  light  upon  two  plates  of  the  same  element,  when  they 
are  immersed  in  a  liquid,  connected  with  a  galvanometer,  and  one  plate  is  exposed 
to  light  while  the  other  is  kept  in  the  dark.  Thus,  under  the  action  of  light,  the 
chemical  potential  of  each  substance  increases  and  each  substance  acquires  a  new 
light-kinetic  potential.     Instead  of  equation  (i.)  we  now  have  for  equilibrium  in  light 

c/E  +  c?E,  =  dE/  =  ifdri'  —  p'dv'  +  fi/dm/  +  ii^ijlm^ .  .  .  +  iindmj 

+  X/rfm/  +  X/rfm/ .  .  .  +  \:dmj  ^0 (ii.). 

Integrating  this  equation,  then  differentiating  in  the  most  general  way  and 
subtracting  (ii.)  we  get 

i)'dl/  —  v'dp'  +  mfdk^'  +  m'diJL^ .  .  .  +  mJdXj  +  mjdiij  =  0  .     .     (iii.). 

General  considerations  show  that  for  the  system  to  be  in  equilibrium  the  sum 
of  both  potentials  of  each  substance  must  be  constant  through  the  whole  system, 
i.e.,  /^/+X/=Ci,  /io'+ V  =  ^2  •  •  •  (y)-  ("1-)  ^^d  (y)  give  the  variation  of  temperature 
or  pressure,  or  of  the  chemical  potential,  or  of  the  light -kinetic  potential,  or  of  several 
of  them,  with  the  variation  of  one  or  more  of  the  rest  of  the  variables.     The  sum  of 

both  potentials  /t/  +  X/  being  =  ( — ~ ^  i  and  the  equation  for  chemical 

reaction  being  i\K^  +  ngAg  =  rijAg  (a),  we  still  find  that,  imder  due  considerations, 

«i(Mi'  +  V)  +  %W  +  V)  =  nsW  +  V) (/8). 

Taking  in  equation  (iii.)  the  grammolecule  as  unit  of  mass  (which  is  not  the  case  in 
GiBBs'  deductions),  in  order  to  get  subsequently  a  result  which  in  its  form  and 
content  expresses  our  present  molecular  conceptions  of  a  chemical  reaction,  &c.,  we 
get,  if  the  system  is  a  gaseous  one,  consisting  of  one  substance  only,  and  its  total  mass 
is  m/  grammolecules,  that  the  total  chemical  energy  is  fi/w/,  the  variation  in  the 
same  m/rf/i/,  the  total  light-kinetic  energy  is  X/m/,  the  variation  in  the  same  m/rfX/, 
the  total  mechanical  energy  p'v'  =  m/RT,  since  pv  of  1  grammolecule  =  RT,  and 

V  dii^^=-  vd  {'  ^ ,  j,  the  total  entropy  of  the  mass  7j'=7u/  i  —  +K'),  when  the  entropy 
of  1  grammolecule  =  — ~ — gr^B^^_^£^/  ^  yJ.     Thus  putting  in  (iii.)  these  values 


and  integrating  we  get  /Xj  +  X^  =  RT  +  RT  log  -^  -  H'  log  T  +  K'  T  +  K",  where 
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K.'  and  K'^  are  integration  constants*  Assuming  now  that  the  system  consists  of 
Beveral  substances,  as  given  in  (a),  and  that  the  law  of  Dal^on  holds  good  for  the 
chemical  and  for  the  light-kinetic  potentials,  then  we  get  from  (fi)  that 

l«g  K^)"' '  {^T/{^T}  =  ^  ^^"^^^  -  "'^'  "  "^^*'^  T  -  («,  +  n,  -  n,)  RT 
+  (n^H/  +  n,H/  -  n,H,')  log  T  +  («,K,"  -  n,K,"  -  n,K/')]  •     .     (iv.), 

where  ,  ^  —7  ^  -^  are  the  concentrations  of  each  substance  expressed  in  gram- 
molecules,  7?!,  %  .  .  .  the  numbers  of  grammolecules  of  each  substance  taking  part  in 
the  reaction,  7i3K3'—72iK/— 713X2'= constant  K*^*,  ^(^2+111  —  713)  RT  is  the  work  done 
by  the  system  (a)  during  the  transformation  in  light,  {n^^i  +  ^^W  —  ^^sHj')  log  T 
+  (H3K3''  —  7?iK/'  —  712X2'')  is  the  heat  of  reaction  in  light.  Thus  the  connection 
between  the  logarithm  of  the  constant  of  chemical  equilibrium  in  homogeneous 
systems  in  light,  the  heat  of  reaction  or  of  transformation  of  n^  grammolecules 
of  Sj  2^1'^  ^2  grammoJecides  of  S^  into  7^3  grammolecules  of  S3  in  light,  the  work  done 
during  the  transformation,  and  the  absolute  temperature,  follows  the  same  law  in  light 
as  it  does  in  the  dark.  The  effect  of  light  upon  a  system  therefore  consists  in  shifting 
it  to  a  new  point  of  equilibrium.  It  is  further  easy  to  show  that  at  a  constant 
volume,  since  the  work  —  (7?2  +  h^  —  713)  RT  =  0,  and  tjV  can  be  put  =  C,T,  where 
C,  is  the  specific  heat  at  a  constant  volume,  T  the  absolute  temperature,  an  equation 

is  arrived  at,  which  after  differentiation  gives  —   log  f  -7-  j    +  log  f  —7- )    —  log  ( — 7- ) 

A  4-  BT 
=  — p?m~"  (v.)>  where  A  and  B  are  constants  (equation  of  Van't  Hoff  and  Kooy), 

which  at  a  constant  temperature  gives  (-7-)    *(~T")/{~t~)    =  constant  (vi.),  i.e.,  the 

law  of  mass  action  holds  good  for  chemical  equilibrium  in  light,  as  found  experimentally. 
Decomposing  this  equation  for  homogeneous  systems  in  the  usual  manner  into  two, 
giving  the  two  opposite  velocities  of  reaction,  which  at  equilibrium  become  equal, 
we  get 

(i)'=<:-'r(^r-ns)"=^'(^r <'^'-)- 

i.e.,  the  velocity  of  chemical  reaction  in  light  must  also  follow  the  laws  of  mass 
action,  as  found  experimentally. 

In  conclusion,  I  should  like  to  express  my  thanks  to  the  Managers  of  the  Davy- 
Faraday  Laboratory  of  the  Royal  Institution  for  having  allowed  me  to  make  use  of 
the  splendid  arrangements  of  the  Laboratory,  and  especially  to  Dr.  Ludwig  Mono, 
who  by  his  kind  assistance  has  enabled  me  to  undertake  and  carry  out  the  above 
research,  and  who  by  his  valuable  advice  on  many  occasions  has  very  essentially 
contributed  to  the  success  of  the  same. 
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VII.  Cyanogmesis  in  Plants. — Part  II,  The  Great  Millet^  Sorghum  vulgare. 

By  Wyndham  R.  Dunstan,  M.A.^  RRS.,  Director  of  the  Scientific  and  Technical 
Department  of  the  Imperial  Institute^  and  Thomas  A.  Henry,  D.Sc.  Lend. 
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In  a  previous  paper,  our  first  communication  on  this  subject  (*  Phil.  Trans.,'  B, 
vol.  194,  1901,  p.  515),  we  have  shown  that  the  poisonous  effects  produced  by  the 
young  plants  of  LotiLS  arabicus  are  due  to  prussic  acid,  which  is  not  present  in  the 
plant  as  such,  but  originates  in  the  hydrolytic  action  of  an  enzyme,  lotase,  on  a 
glucoside,  lotusin.  Recently  we  have  examined  a  large  number  of  plants  which,  like 
this  Egyptian  vetch,  appear,  under  certain  conditions,  to  possess  poisonous  properties, 
and  at  other  times  to  be  innocuous  and  often  valuable  as  fodder  plants  or  food  stuffs, 
with  the  view  of  ascertaining  to  what  extent  they  contain  glucosides  ftimishing 
prussic  acid. 

Among  the  first  of  these  plants  we  examined  was  the  Great  Millet,  Sorghum 
vtUgarCy  a  plant  widely  cultivated  in  tropical  countries  for  the  sake  of  its  nutritious 
grain,  which  in  many  districts  of  India  is  the  staple  food,  known  as  "  Juar,"  of  the 
natives.  In  the  West  Indies  what  is  apparently  the  same  plant  yields  the  important 
"  Guinea  Com  "  and  in  South  Africa  "  Kaffir  Com." 

We  were  informed  by  Mr.  E.  A.  Floyeb,  of  Cairo,  that  in  Egypt  it  is  well  known 
to  the  Arabs  that  the  green  portions  of  the  young  plant — the  vernacular  name  of 
which  is  "  Dhurra  Shirshabi " — are  poisonous,  and  that  during  this  period  the 
plantations  are  protected  in  various  ways  in  order  to  prevent  cattle  firom  feeding  on 
the  immature  growth.  It  is  to  be  noted  that  in  Egjrpt  the  name  "  dhurra "  is  also 
applied  to  a  variety  of  maize  which  is  largely  cultivated. 

Mr.  Floyer  has  given  us  the  following  account  of  the  plant  in  Egypt.  "  Dhurra 
shirshabi "  is  not  grown  in  Egypt  as  a  crop,  the  yield  of  corn  being  too  small.  It  is 
planted  chiefly  in  order  to  shade  the  "  Arachis  "  (ground  nut),  to  which  it  also  affords 
protection  in  forming  a  poisonous  hedge.  The  "  thinnings "  of  the  young  Millet  are 
often  strewn  around  a  cultivated  crop,  and  the  neighbours  are  warned  to  keep  their 
cattle  off.  The  poison  is  most  intense  when  young  plants,  1  foot  high  or  less,  are 
kept  without  water  for  a  long  time,  and  such  unwatered  young  plant  is  highly  toxic 
to  cows.  The  plant  appears  to  have  been  brought  to  Egypt  from  Syria,  and  is  now 
grown  chiefly  at  Bir  Abu  Bala,  near  Ismailia.     The  "  fellaheen  "  do  not  plant  it. 
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Cases  of  poisoning  by  young  Sorghum  have  been  also  recorded  in  America  and  in 
Australia,  where  the  plant  is  grown  for  forage  purposes. 

In  India  the  poisonous  properties  of  the  plant — which  bears  the  vernacular  name 
"juar"  or  "jowar" — do  not  appear  to  be  so  generally  known,  although  several 
well  authenticated  cases  of  the  poisoning  of  cattle  by  it,  especially  during  drought, 
have  been  recorded,  and  much  has  been  written  on  the  subject  by  veterinary  surgeons 
and  others,  who  have,  as  a  rule,  assumed  that  the  toxicity  is  due  to  the  presence  of 
a  poisonous  fungus  or  insect  upon  the  plant,  or  that  the  Great  Millet  is  not  naturally 
poisonous,  and  that  the  deaths  of  cattle  as  the  result  of  eating  it  are  due  to 
immoderate  consumption,  which  causes  a  kind  of  suffocation  from  indigestion, 
technically  known  as  "  hoven."  The  symptoms  of  **  hoven  "  are  not  unlike  those  of 
prussic  acid  poisoning,  and  it  is  possible  that  the  various  leguminous  fodders  which 
are  known  to  be  particularly  liable  to  produce  these  effects  may,  at  any  rate  in 
some  cases,  prove,  like  Lotas  arahicuSy  and,  as  will  be  shown  in  the  present  paper. 
Sorghum  vulgare,  to  fiimish  prussic  acid. 

For  the  material  we  have  employed  in  the  course  of  this  investigation  we.  are 
indebted  to  Mr.  E.  A.  Floyer,  who  was  good  enough  to  undertake  its  collection  in 
Egypt  at  different  stages  of  growth. 

Considerable  confusion  exists  as  to  the  identity  of  the  "  Great  Millets  "  grown  in 
different  tropical  countries.  Thus  in  India  the  plant  is  cultivated  both  as  a  spring 
and  an  autumn  crop.  The  varieties  ripening  in  the  spring  are  probably  originally 
derived  from  Sorghum  halapensey  a  species  indigenous  to  India,  whilst  the  autumn 
crops  are  generally  referred  to  Sorghum  vulgare,  yet  both  spring  and  autumn  crops 
are  called  "  juar"  or  "  jowar,"  and  are  used  by  the  natives  indiscriminately.  Again, 
in  India  a  plant  with  an  inflorescence  more  branched  than  that  of  Sorghum  vulgare  has 
been  regarded  as  a  distinct  species,  and  named  Sorghum  saccharatum ;  this  name  is 
however  given  in  the  '  Index  Kewensis '  as  a  synonym  for  Sorghum  vulgare^  of  which 
the  plant  is  probably  merely  a  variety. 

The  plant  we  have  examined  has  been  identified  for  us  by  Dr.  Sobweinfurth  as 
undoubtedly  true  S.  vulgare. 

Preliminary  Experiments. 

It  was  observed  that  the  young  plant  when  crushed  and  moistened  with  cold 
water  soon  acquired  a  strong  odour  of  hydrocyanic  acid.  The  production  of  this 
acid  was  confirmed  by  pressing  out  a  little  of  the  liquid  fi:om  the  moist  plant,  and 
distilling  it,  when  a  liquid  was  obtained  which  gave  the  characteristic  reactions  of 
hydrogen  cyanide. 

A  few  grammes  of  the  plant  were  next  exhausted  by  hot  methylated  alcohol  in  a 
Soxhlet  extractor.  The  solvent  was  distilled  from  the  solution  and  the  residue 
boiled   with   water  until  nothing  more  dissolved.     The  aqueous  liquid  was  then 
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distilled  at  first  alone,  and  afterwards  with  the  addition  of  dilute  hydrochloric  acid  ; 
in  the  former  case  none,  but  in  the  second,  where  hydrolysis  had  o^^curred,  con- 
siderable quantities  of  hydrocyanic  acid  were  found  in  the  distillate. 

These  observations  led  us  to  conclude  that  Sorghum  vtdgare  contains  a  glucoside 
which  under  the  influence  of  some  hydrolytic  agent  simultaneously  present  under- 
goes hydrolysis,  furnishing  as  one  product  hydrocyanic  acid,  to  which  the  observed 
toxicity  of  the  young  plants  must  be  ascribed. 

A  determination  of  the  amount  of  acid  which  the  air-dried  plant  is  capable  of 
producing  at  difierent  stages  of  growth  was  made  by  leaving  a  weighed  quantity 
in  contact  with  water  for  12  hours,  and  distilling  off*  the  acid  formed  in  a  slow 
current  of  steam,  the  liquid  being  titrated  by  Liebig's  method. 

The  following  results  were  obtained  : — 

(a)  From  bright  green  plants  about  12  inches  in  height; 

20  grammes  gave  a  distillate  requiring  7*45  cub.  centims.    y    silver  nitrate, 

equivalent  to  '201  per  cent.  HGN. 

.  N     .  . 

20  grammes  gave  a  distillate  requiring  7*8  cub.  centims.   \^^^  silver  nitrate, 

equivalent  to  '216  per  cent.  HON. 
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(6)  From  plants  about  3  feet  high,  yellowish-green  and  ripe ;  20  grammes  of 
these  mature  plants  gave  no  indication  of  prussic  acid,  and  larger  quantities  on 
distillation  with  water  gave  amounts  too  small  to  be  satisfactorily  estimated.  No 
prussic  acid  was  obtained  from  the  seeds  of  the  Millet. 

It  has  been  asserted  by  Greshoff  and  Treub  that  in  many  tropical  plants 
hydrocyanic  acid  occurs  .as  such,  that  is,  in  the  free  state.  The  existence  of  the 
firee  acid  was  demonstrated  by  these  observers  by  immersing  a  thin  section  of  the 
plant  first  in  alkali,  then  in  a  mixture  of  ferrous  and  ferric  chlorides,  and  finally  in 
strong  hydrochloric  acid.  If  the  plant  tissue  was  stained  blue,  it  was  concluded  that 
prussic  acid  in  the  free  state  was  present.  This  test,  however,  appears  to  us  to  be 
quite  inconclusive,  as  the  mere  moistening  of  plant  tissue  containing  both  a  glucoside 
capable  of  furnishing  prussic  acid  on  hydrolysis  and  a  hydrolytic  enzyme,  leads  to 
the  immediate  production  of  free  acid,  which  by  Greshoff  and  Tredb's  method 
would  be  regarded  as  occurring  pre-formed  in  the  plant.  We  have  carefully 
examined  various  specimens  of  dhurra  for  free  prussic  acid  by  the  following  methods. 

About  20  granunes  of  the  finely-powdered  plant  were  placed  in  a  distilling  flask 
attached  by  its  branch  tube  to  a  long  condenser.  Into  the  closed  flask  a  rapid 
current  of  steam  was  passed,  which  served  the  double  purpose  of  immediately 
destroying  any  enzyme,  and  of  carrying  through  the  condenser  any  volatile  product 
present  in  the  plant.  In  the  distillate  of  the  plant  thus  obtained  we  never  found 
prussic  acid,  either  with  young  Sorgh  um  vulgare  or  Lotus  arabicus. 

It  therefore  appears  that,  like  Lotus  arabicus,  the  poisonous  effects  of  the  young 
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(Ihurra  are  due  to  the  presence  of  a  gluooside,  which  yields  prussic  acid  under  the 
influence  of  an  enzyme  also  present  in  the  plant. 

Extraction  of  the  Glucoside  (Dhurrin). 

The  finely-powered  plant  was  extracted  with  alcohol,  the  solvent  distilled  off  and 
the  residue  warmed  with  water  until  nothing  more  dissolved. 

To  this  liquid  aqueous  lead  acetate  was  added  so  long  as  a  precipitate  formed. 
The  precipitate  (lead  tannate,  &c.)  was  removed.  The  filtrate,  which  was  now 
bright  yellow,  was  treated  with  sulphuretted  hydrogen,  care  being  taken  to  avoid  a 
large  excess,  and  the  lead  sulphide  was  removed  by  filtration.  A  stream  of  air  was 
then  drawn  through  the  liquid  to  remove  hydrogen  sulphide,  and  the  solution 
evaporated  in  a  vacuum.  After  several  weeks  the  syrup  deposited  a  small 
quantity  of  a  crystalline  substance,  and  more  was  obtained  by  adding  small  quantities 
of  alcohol  and  dissolving  the  mixture  of  precipitated  sugar  and  glucoside  in  a  little 
water,  and  setting  aside  to  crystallise  as  before.  This  process  was  very  tedious,  and 
the  two  following  methods  have  been  since  found  to  yield  the  glucoside  much  more 
rapidly. 

A.  The  liquid,  after  the  hydrogen  sulphide  treatment,  is  evaporated  in  a  vacuum  to 
a  convenient  volume,  and  the  amount  of  fi'ee  sugar  determined  with  Fehling's 
solution.  A  little  more  than  the  calculated  quantity  of  phenylhydrazine  necessary 
to  convert  this  amount  of  sugar  into  the  osazone  is  then  added,  and  the  mixture 
heated  for  30  minutes  at  100''  C,  filtered,  and  the  filtrate  shaken  with  ether  to  remove 
any  excess  of  phenylhydrazine.  On  evaporation  in  a  vacuimi  the  residue  generally 
solidified  to  a  mass  of  crystals,  which  were  easily  purified  by  recrystallisation  fi'om 
alcohol.  The  method  always  involves  the  loss  of  some  of  the  glucoside,  and  cannot 
be  employed  in  the  isolation  of  small  quantities. 

B.  The  second  method,  which  is  the  more  effective,  consists  in  evaporating  in  a 
vacuum  the  extract  left  after  the  lead  acetate  and  hydrogen  sulphide  treatment 
with  suflScient  purified  animal  charcoal  to  convert  the  whole  into  a  powder,  which  is 
then  exposed  in  a  vacuous  desiccator  until  quite  dry,  when  it  is  extracted  in  a 
Soxhlet  apparatus  with  dry  acetic  ether.  This  solvent  slowly  removes  the  glucoside, 
leaving  behind  nearly  all  dextrose  and  brown  extractive  matter.  On  distilling  off 
the  solvent  a  syrupy  residue  is  left,  which  if  necessary  is  again  treated  in  the  same 
manner ;  usually,  however,  it  crystallises  after  standing  in  a  vacuum  over  sulphuric 
acid  for  a  few  days.  The  substance  may  be  recrystallised  fi:om  hot  alcohol  or  boQing 
water. 

The  glucoside  crystallises  from  water  in  brilliant  leaflets,  and  firom  alcohol  in  small, 
transparent,  rectangular  prisms.  It  has  no  definite  melting  point,  becoming  brown 
when  heated  much  beyond  100°,  decomposing  completely  at  200°.  It  is  easily 
soluble  in  hot  alcohol,  hot  acetic  ether  and  boiling  water,  separating  in  crystals  on 
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cooling.  It  is  however  retained  in  solution  by  aqueous  solutions  of  dextrose,  a 
peculiarity  which  accounts  for  the  great  difficulty  we  at  first  experienced  in  isolating 
it  from  the  plant. 

It  appears  to  contain  water  of  crystallisation,  since  it  loses  weight  when  heated  for 
some  time  in  a  water  oven,  but  the  amount  cannot  be  accurately  determined  owing 
to  the  decomposition  which  occurs  when  the  substance  is  heated  near  100°. 

Some  trouble  was  met  with  in  obtaining  the  material  in  a  satisfactory  state  for 
analysis  owing  to  the  difficulty  of  removing  the  water  of  crystallisation  without 
causing  decomposition. 

The  following  combustions  were  made : — 

A.  Material  recrystallised  from  alcohol  and  dried  until  of  constant  weight  in  a 
vacuous  desiccator  over  sulphuric  acid. 

•0961  gramme  gave  "1887  gramme  COg  C  53'6    per  cent. 

•0572        „       HgO  H   6-5 
•1385         „  „     -2698         „       COg  C  53-1 

•0885        „       H2OH   707 

B.  Material  recrystallised  from  water  and  dried  at  the  ordinary  atmospheric 
temperature  on  filter  paper. 

•1260  gramme  gave  '2323  gramme  CO2   C  50*29  per  cent. 
•0736        „       H2O  H    6-42 

C.  Material  recrystallised  from  alcohol  and  dried  in  a  current  of  warm  air  at  80° 
to  90°C. 

•1021  gramme  gave  ^2051  gramme  COjj  C  54*7  per  cent. 
•0452        „       HgO  H    4-9 

C14H17O7N.C2H6OH  requires  C  537    H  644  per  cent. 
ChHi^O^N.H^O  „        C  511    H  5-8 

Cj^H^O^N  „         C  540    H  55 

CaoHerOiaN  „        C  5074  H  57 

The  glucoside  therefore  has  the  composition  represented  by  the  formula 
Ci4Hi707N,  but  when  crystallised  from  alcohol  or  water  the  crystals  which  separate 
contain  one  molecular  proportion  of  these  solvents. 

For  the  glucoside  thus  isolated  from  Egyptian  Dhurra  we  propose  the  name 
dhurrin. 

Hydrolysis  of  Dhurrin  hy  Adds.     Formation  of  Pi-ussic  Acid,  Parahydroxyhenz- 

aldehyde  and  Dextrose. 

When  an  aqueous  solution  of  dhurrin  is  warmed  on  the  water-bath  with  dilute 
hydrochloric  acid,  hydrocyanic  acid  is  almost  immediately  evolved.     If  the  heating  is 
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continued  for  some  time,  the  liquid  becomes  considerably  discoloured  owing  to- the 
further  action  of  the  acid  upon  the  products  of  hydrolysis.  In  addition  to  prussic 
acid,  a  sugar  and  a  substance  soluble  in  ether  are  produced. 

Parahydroxyhenzaldehyde, 

About  2  grammes  of  the  dhurrin  were  dissolved  in  50  cub.  centims.  of  distilled 
water,  and  to  the  solution  10  cub.  centims.  of  dilute  hydrochloric  acid  were  added,  and 
the  mixture  heated  on  the  water-bath  for  5  minutes.  The  liquid  was  then  extracted 
with  ether  and  the  ethereal  solution  dried  and  distilled.  The  residue  was  a  brownish 
oil  which,  on  standing,  solidified  to  a  mass  of  rosettes  of  needles.  The  crystals  were 
dissolved  in  a  small  quantity  of  hot  water,  the  solution  filtered  to  remove  resin,  and 
cooled,  when  the  substance  separated  in  almost  colourless  needles,  which  could  be 
picked  out  from  a  small  quantity  of  the  brown  resin  still  adhering  to  them.  After  a 
second  recrystallisation  the  melting-point  remained  unchanged  at  118°.  The  substance 
is  soluble  in  hot  water,  alcohol  and  ether.  In  aqueous  solutions  ferric  chloride 
produces  a  purple  coloration,  and  bromine  water  a  white  precipitate,  which  becomes 
crystalline  on  standing  ;  phenylhydrazine  produces  an  immediate  crystalline  precipitate. 
When  heated  in  a  dry  test-tube  the  substance  melts  and  sublimes  in  needles  on  the 
cooler  parts  of  the  tube ;  the  vapour  has  a  pleasant  aromatic  odour. 

A  combustion  of  the  purified  material,  dried  at  100°,  gave  the  following  results  : — 

'1267  gramme  gave  '3196  gramme  COg,  687  per  cent,  carbon. 

•0529       „         HjjO,    5-13       „        hydrogen. 
C^Rfi^  requires  C  68-8,  H  4-91. 

The  substance  has  therefore  the  composition  of  parahydroxyhenzaldehyde. 

Owing  to  the  small  amount  of  material  available,  the  action  of  bromine  on  this 
compound  could  only  be  studied  by  the  addition  ot  excess  ot  bromine  water  to  dilute 
solutions  of  the  substance,  a  method  of  investigation  which,  as  the  sequel  shows,  gave 
rise  to  rather  unexpected  results.  Under  these  conditions  an  amorphous  precipitate 
is  formed  which  soon  crystallises  in  colourless  needles,  forming  after  recrystallisation 
from  alcohol  felted  masses  of  needles  melting  at  92°,  and  having  all  the  properties  of 
tribromphenol. 

When  a  saturated  aqueous  solution  of  phenylhydrazine  is  added  to  a  similar  solution 
of  the  substance,  a  crystalline  hydrazone  is  immediately  formed,  which  is  insoluble  in 
ether  and  chloroform  but  soluble  in  hot  alcohol.  By  operating  in  dilute  solutions,  a 
well-crystallised  product  is  obtained,  melting  at  178°.  It  crystallises  from  hot  alcohol 
in  white  needles  which,  on  drying  at  100°,  become  slightly  green. 

A  combustion  of  the  hydrazone  gave  the  following  result : — 

•1117  gramme  gave  CO^,  '3018  gramme  73 '6  per  cent,  carbon. 

HgO,  -0613        „        6-07       „  hydrogen. 

C6H4(OH)CH:NNHC6H5  requires  C  7352  H  56, 
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The  ether  soluble  hydrolytic  product  of  dhurrin  is  therefore  undoubtedly  para- 
hydroxybenzaldehyde,  which  melts  at  118°,  gives  a  purple  colour  with  ferric  chloride, 
and  forms  a  colourless  hydrazone  melting  at  178°. 

The  occurrence  of  tribromphenol  amongst  the  products  obtained  by  brominating 
parahydroxybenzaldehyde  has  been  observed  by  Werner  (*  Bull.,'  46,  27.8),  but  it 
does  not  appear  to  have  been  previously  noticed  that,  by  using  bromine  water  and 
dilute  aqueous  solutions  of  the  aldehyde,  the  latter  is  converted  almost  exclusively 
into  tribromphenol.  This  result  was  confirmed  with  a  specimen  of  the  aldehyde 
prepared  from  phenol  and  carefully  purified  from  all  traces  of  the  latter. 

CfiH,(OH)CHO  +  HgO  +  4Br^  =  C.H^^t.OK  +  5HBr  +G0^. 

Dextrose. 

The  a;cid  liquid,  after  removal  of  the  parahydroxybenzaldehyde,  was  mixed  with 
powdered  animal  charcoal,  warmed  for  several  hours,  and  filtered.  It  was  slightly 
yellow,  but  was  sufficiently  transparent  for  observation  in  a  polarimeter,  when  it 
showed  a  marked  dextro-rotation.  It  was  next  heated  with  phenylhydrazine  for  an 
hour  on  the  water-bath,  and  the  separated  osazone  collected  and  recrystallised  from 
hot  alcohol,  when  the  characteristic  bright  yellow  needles  of  glucosazone  melting  at 
204°  were  obtained.  The  sugar  produced  is  therefore  d-glucose,  that  is,  ordinary 
dextrose. 

The  Hydrolysis  of  Dhurrin  and  its  Chemical  Constitution, 

Hydrolysis  of  Dhui^n  by  Emidsin. — About  1  gramme  of  the  glucoside  was 
dissolved  in  cold  water,  and  a  filtered  extract  of  sweet  almonds  added,  the  mixture 
being  then  set  aside  for  12  hours  at  the  ordinary  temperature.  After  a  few  minutes 
the  odour  of  hydrocyanic  acid  was  perceptible,  and  at  the  end  of  the  experiment 
over  90  per  cent,  of  the  possible  quantity  of  parahydroxybenzaldehyde  was  obtained. 
This  method  of  hydrolysing  the  glucoside  is  to  be  preferred  to  that  involving  the  use 
of  acids,  since  the  aldehyde  produced  is  more  easily  purified. 

The  quantitative  determination  of  the  acid  hydrolytic  products  of  dhurrin 
appeared  to  afford  a  method  of  confirming  the  formula  assigned  to  this  glucoside 
from  the  results  of  combustion,  which  are  perhaps  not  completely  satisfactory  owing 
to  the  difficulty  of  obtaining  the  substance  anhydrous  without  decomposing  it. 
Attempts  were  therefore  made  to  determine  the  amounts  of  hydrocyanic  acid  and 
dextrose  produced  on  hydrolysis.  For  this  purpose  a  weighed  quantity  of  dhurrin 
dissolved  in  water  was  placed  in  a  small  Jena  flask,  and  sufficient  dilute  (10  per 
cent.)  hydrochloric  acid  added. 

The  flask  was  then  corked  and  secured  by  wire  and  heated  in  a  water-bath  for 
5  minutes.  In  this  way  complete  hydrolysis  is  secured  without  much  secondary 
decomposition.     The  prussic  acid  formed  was  distilled  off  in  a  gentle  current  of  steam, 
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collected  in  alkali  and  titrated.     The  sugar  in  the  residue  was  estimated  gravi- 
metrically  by  reduction  of  Fehling'b  solution. 

.         N    .  . 

•156  gramme  gave  a  distillate  requiring  2*58  cub.  centims.  —  silver  nitrate 

=  8-9  per  cent.  HCN. 

•1702  gramme  cuprous  oxide  =  '085  gramme  dextrose  =  54^5  per  cent. 

C14H17O7N  requires  8 '6  per  cent.  HCN  and  57 '1  per  cent,  dextrose. 

C20HJJ7O12N       „        6-01       „        HCN  and  80*1 

The  formula  Cj^Hi^O^N  for  dhurrin  is  therefore  confirmed,  and  the  hydrolysis 
of  dhurrin  by  emulsin,  or  by  dilute  acid,  may  be  expressed  by  the  equation 
ChH.AN  +  H,0  =  C^Ufi,  +  CeHi  A  +  HCN. 

Alkaline  Hydrolysis  of  Dhurrin j  Dhurrinic  Acid. — ^When  the  glucoside  is  warmed 
with  aqueous  alkalis,  it  dissolves,  with  the  evolution  ot  ammonia,  but  no  dextrose  is 
formed.  On  evaporation  the  solution  leaves  a  sticky  hygroscopic  residue  which 
cannot  be  induced  to  crystallise. 

When  the  hydrolysis  is  carried  out  in  alcoholic  solution  by  adding  a  solution  of 
sodium  in  absolute  alcohol  to  a  similar  solution  of  the  glucoside,  a  precipitate  forms 
after  a  few  minutes,  consisting  of  the  sodium  salt  of  the  acid  corresponding  to  dhurrin, 
which  is  its  nitrile.  This  acid  may  therefore  be  called  dhun^inic  add.  The  sodium 
salt  is  highly  hygroscopic,  it  absorbs  moisture  and  becomes  gummy  when  removed 
from  the  dry  alcohol,  and  is  therefore  difficult  to  free  completely  from  the  accom- 
panying sodium  carbonate.  The  free  acid  is  almost  more  intractable  than  the  sodium 
salt,  and,  so  far,  has  only  been  obtained  as  a  syrup  containing  sodium  chloride. 
Recourse  was  therefore  had  to  an  examination  of  its  decomposition  products  in  order 
to  establish  its  constitution. 

Hydrolysis  of  Dhurrinic  Acid. — A  quantity  of  the  crude  sodium  salt,  prepared  as 
above  described,  was  dissolved  in  water  and  dilute  hydrochloric  acid  added.  The 
mixture  was  heated  on  the  water-bath  for  an  hour,  and  when  cold  extracted  several 
times  with  ether.  The  ethereal  solution  was  dried  and  the  solvent  removed  by 
distillation,  leaving  a  brown  oil,  which  after  several  days  deposited  minute  trans- 
parent needles.  These  were  dried  by  absorption  of  the  viscous*  mother  liquid  in  a 
porous  tile. 

The  substance  thus  obtained  is  at  first  colourless,  but  in  a  few  days  becomes 
slightly  brown.  It  is  soluble  in  boiling  water,  alcohol,  and  ether,  and  after  recrystal- 
lisation  melts  at  180°.  With  ferric  chloride  in  aqueous  solution  it  gives  a  slight 
brown  coloration,  and  with  bromine  water  a  precipitate,  which  after  recrystallisation 
from  alcohol  melts  at  185^ 

The  acid  liquid  after  extraction  with  ether  strongly  reduces  Fehung's  solution, 
and  theretore  probably  contains  dextrose. 

The  yield  of  the  crystalline  hydrolytic  product  ftimished  by  the  hydrolysis  of 
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dhumnic  acid  is  so  small  that  sufficient  material  for  analysis  and  identification  could 
not  be  obtained.  A  small  quantity  of  the  acid  was  converted  into  silver  salt,  and  a 
weighed  quantity  of  the  latter  ignited,  with  the  following  result  : — 

"1058  gramme  gave  '0399  Ag  =  38 '65  per  cent.,  C8H704Ag  requires  39-05  per  cent. 

It  seemed  highly  probable  that  the  alkaline  hydrolysis  of  dhurrin  with  the 
formation  of  dhurrinic  acid,  and  the  decomposition  of  the  latter  by  dilute  acids,  might 
be  strictly  comparable  with  the  similar  reactions  of  amygdalin,  which,  when  hydro- 
lysed  by  alkalis,  furnishes  amygdalic  acid,  this  acid  by  heating  with  dilute  acids 
being  hydrolysed  into  mandelic  acid  and  dextrose. 

Amyirdalic  acid  and  Mandelic  acid  +  2  mols. 

AmycNlaun.  . 

°  ammonia.  dextrose. 


C20H27NO1,     .     .     .     CgoHjjsOig  +  NHg  .     .     .     CgHgOg  +  ZCgHigOe. 

-^        .  Dhurrinic  acid  and  Parahydroxymandelic  acid 

ammonia.  +  1  mol.  dextrose. 

ChHjAN      .     .     .     Ci^isO.+NHj  .    .     .     CsHsO.  +  CeHiA- 


On  this  analogy  the  crystalline  hydrolytic  product  of  dhurrinic  acid  would  be 
parahydroxymandelic  acid.  We  have  established  the  identity  of  the  two  substances 
by  comparing  the  hydrolytic  product  with  parahydroxymandelic  acid  prepared  by 
the  hydrolysis  of  the  cyanhydrin  of  parahydroxy  benzaldehyde. 

As  parahydroxymandelic  acid  is  now  prepared  for  the  first  time,  the  following 
outline  of  the  process  employed  may  be  given. 

Preparation  of  Parahydroxymandelic  Acid. — Ten  grammes  of  parahydroxy- 
benzaldehyde  were  dissolved  in  50  cub.  centims.  of  boiling  water,  and  30  grammes  of 
potassium  cyanide  added  to  the  solution,  which  was  then  cooled  in  a  freezing  mixture 
and  50  cub.  centims.  of  strong  hydrochloric  acid  gradually  added,  the  whole  being 
set  aside  for  about  12  hours.  The  mixture  was  extracted  with  ether,  the  latter 
being  allowed  to  spontaneously  evaporate,  leaving  an  oily  residue,  which  was  mixed 
with  20  cub.  centims.  of  strong  hydrochloric  acid  and  sufficient  alcohol  to  keep  it  in 
solution.  This  mixture  was  boiled  for  3  hours,  neutralized  with  sodium  carbonate, 
filtered  fix)m  the  large  quantity  of  resin  formed,  and  extracted  with  ether  in  order 
to  remove  unaltered  aldehyde.  The  residual  liquid  was  then  made  acid  with  dilute 
sulphuric  acid  and  extracted  with  ether  until  exhausted.  The  solvent  was  then 
distilled  off,  the  oily  residue  boiled  with  water,  to  which  a  little  animal  charcoal  had 
been  added,  and  the  filtered  solution  evaporated  in  a  vacuum.  After  several  days 
rosettes  of  needles  appeared  in  the  oily  residue,  and  these  after  recrystallisation  from 
alcohol  melted  at  180°,  and  ftirther  resembled  the  acid  obtained  from  dhurrin  in 
giving  a  brown  coloration  with  ferric  chloride,  and  a  crystalline  bromine  derivative 
melting  at  185°. 

The  yield  of  parahydroxymandelic  acid  furnished  by  the  process  described  above  is 
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only  about  1  per  cent.,  as  this  acid  is  readily  converted  by  hydrochloric  acid  into  a  resin 
dissolving  in  alcohol  with  a  fine  purple  colour.  The  cyanhydrin  of  parahydroxy- 
benzaldehyde  is  also  very  unstable,  being  easily  hydrolysed  by  water  into  prussic 
acid  and  the  aldehyde,  so  that  in  each  experiment  about  50  per  cent,  of  the  latter  is 
regenerated.  Attempts  were  made  to  utilise  anisaldehyde  cyanhydrin  for  the 
preparation  of  the  acid,  but  although  this  substance  is  somewhat  more  stable  than  its 
lower  homologue,  a  considerable  loss  occurs  in  decomposing  the  methoxy-mandelic  acid 
first  formed. 

A  small  quantity  of  the  silver  salt  prepared  from  the  acid  obtained  as  described 
above  gave  the  following  results  on  analysis  : — 

•1286  gramme  gave  '1642  gramme  COg,  C  34*83  per  cent. 
•0308        „        HjjO,  H  2*67 

•1286  gramme  gave  a  residue  of  silver  weighing  '0506  gramme  =  39*35  per  cent. 
C^KrjO^Ag  requires  C  34*9,  H  2*48,  Ag  3909  per  cent. 

The  properties  and  reactions  of  dhiurrin,  as  described  in  the  foregoing  paragraphs, 
may  for  convenience  be  summarised  as  follows  : — 

(1)  The  glucoside  is  hydrolysed  by  emulsin  and  dilute  acids  into  parahydroxy- 

benzaldehyde,  hydrocyanic  acid,  and  dextrose. 

(2)  It  is  decomposed  hydrolytically  by  alkalis  into  dhurrinic  acid  and  ammonia. 

(3)  Dhurrinic  acid  is  hydrolysed  by  dilute  acids  into  parahydroxymandelic  acid 

and  dextrose. 

These  reactions  we  believe  are  fully  accounted  for  by  assigning  to  dhurrin  the 
constitution  of  a  dextrose  ether  of  the  cyanhydrin  of  parahydroxybenzaldehyde, 
which  may  be  represented  by  the  formula  given  below 


HO 


\CN 


Dhuniii 


y^\  yO     C«H„05 


H    HO 
CN 


OH 


OH 


/        \  CH.O.C«H,iOi 

C=fN 

0^ 
"iH 

H 


\/ 
Hydrolysis  by  acids  and  emulsin 
(prussic  acid,  dextrose,  parahydroxy-     (dhurrinic  acid  and  ammonia), 
benzaldehyde). 


Hydrolysis  by  alkalis 


Dhiu'rin  is  therefore  the  parahydroxy-derivative  of  the  glucoside  of  mandelic 
nitrile  which  was  prepared  by  Fischer  by  the  partial  hydrolysis  of  amygdalin 
with  invertase,  and  resembles  this  glucoside  in  the  ease  with  which  it  undergoes 
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hydrolysis  by  emulsin.  It  is  the  first  member  of  the  class  of  dextrose  ethers 
(glucosides)  of  cyanhydrins  which  has  so  far  been  found  in  nature,  amygdalin  and 
lotusin  being  maltose  derivatives. 


The  Enzynie  of  Sorghum  vulgare. 

In  the  introduction  to  this  paper  attention  has  been  drawn  to  the  fact  that  the 
plant  when  moistened  with  cold  water  evolves  hydrocyanic  acid,  whilst  it  no  longer 
does  so  after  exposure  to  a  temperature  of  100°,  nor  is  the  acid  formed  when  the 
plant  is  placed  in  boiling  water.  These  results  point  to  the  presence  in  the  plant  of 
an  enzyme,  destroyed  by  heat,  which  has  the  power  of  hydrolysing  dhurrin.  This 
enzyme  was  isolated  by  extracting  the  finely-ground  plant  with  cold  water,  and 
evaporating  the  extract  so  obtained  in  a  vacuous  desiccator  over  quicklime  to  remove 
as  much  hydrocyanic  acid  as  possible.  The  activity  of  this  extract  was  then  tested 
by  the  addition  of  small  quantities  to  solutions  of  amygdalin,  salicin  and  dhurrin, 
these  experiments  being  controlled  by  the  addition  of  boiled  and  filtered  dhurra 
extract  to  similar  solutions  of  these  glucosides. 

In  all  three  cases  the  glucoside  was  quickly  hydrolysed,  the  formation  of  benzalde- 
hyde,  saligenin,  and  parahydroxybenzaldehyde  respectively  being  recognized  by  the 
usual  tests  for  these  substances.  Comparative  experiments  in  which  the  action  of  an 
extract  of  sweet  almonds  was  tried  side  by  side  with  the  dhurra  enzyme  on  the  same 
glucosides,  showed  that  the  two  extracts  behaved  in  precisely  the  same  way. 
Similar  preparations  made  by  precipitating  aqueous  extracts  of  sweet  almonds  and 
dhurra  with  alcohol  and  by  precipitating  calcium  phosphate  in  such  extracts,  showed 
no  difference  of  activity  in  effecting  the  hydrolysis  of  salicin.  The  glucosidolytic 
enzyme  of  Sorghum  vulgare  therefore  performs  the  same  functions  as  the  enzyme 
emulsin  which  occurs  in  sweet  almonds,  and  in  the  present  state  of  our  knowledge 
of  the  chemistry  of  enzymes,  the  two  substances  may  provisionally  be  regarded  as 
identical. 

The  Cyanogenetic  Constituents  of  Plants. 

Besides  lotusin  and  dhurrin,  the  glucosides  we  have  isolated  from  young  plants  of 
Lotus  arahicus  and  Sorghum  vulgare  respectively,  only  one  other  cyanogenetic 
glucoside  is  definitely  known,  that  is,  the  amygdalin  derived  from  bitter  almonds, 
which,  however,  is  found  in  the  seeds  of  the  plant. 

The  results  of  our  investigations  have  rendered  it  probable  that  the  production  of 
prussic  acid  in  a  number  of  other  plants  may  be  associated  with  the  presence  of 
cyanogenetic  glucosides.  Moreover,  the  question  of  the  occurrence  of  prussic  acid, 
and  the  part  played  by  it  in  vegetable  metabolism,  involves  problems  of  the  first 
importance  in  vegetable  physiology,  with  which  we  intend  to  deal  when  we  have 
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obtained  a  further  insight  into  the  nature  of  other  cyanogenetic  glucosides  now  under 
investigation.  So  far  as  Lotus  arahicus  and  Sorghum  vulgare  are  concerned,  it  would 
appear  that  the  existence  of  a  cyanogenetic  glucoside  in  the  young  plant  up  to  the 
period  when  the  seeds  ripen  at  any  rate  may  serve  as  an  important  protection  to  the 
plant  from  the  attacks  of  animals.  It  appears  that  animals,  indigenous  to  the 
countries  in  which  these  plants  are  native,  refuse  to  eat  them  in  the  earlier  and 
poisonous  stages  of  growth.  The  part  played  by  the  glucoside  in  the  general 
metabolism  of  these  plants  and  the  origin  and  fate  of  the  cyanogenetic  group  stiU 
remain  to  be  ascertained.  The  temporary  presence  in  a  plant  of  a  considerable 
quantity  of  a  cyanogenetic  glucoside,  together  with  an  enzyme  capable  of  decomposing 
it,  appears  to  us  to  be  a  fact  which  must  have  an  important  biological  meaning. 

As  so  much  interest  attaches  to  the  subject  from  several  points  of  view,  we  are 
engaged  in  investigating  the  constituents  of  other  plants  which  furnish  prussic  acid. 
Among  them  we  may  mention  Phaseohis  lunatics  (seeds),  Lotus  australisy  Manihot 
utilissimay  and  Linum  usitatissmuni^  as  well  as  a  number  of  little  known  plants 
derived  from  the  Colonies  which  have  proved  to  be  poisonous  to  cattle,  some  of  which 
may  contain  cyanogenetic  glucosides.  From  the  chemical  point  of  view  it  is 
important,  in  the  first  instance,  to  isolate  these  glucosides  and  to  ascertain  their 
properties,  composition,  and  molecular  structure.  This  work  we  have  now  accom- 
plished with  the  glucosides  of  Lotus  arahicus  and  Sorghum  vulgare,  which  are  shown 
to  be  radically  different  in  chemical  constitution,  whilst  each  belongs  to  a  type 
chemically  distinct  from  that  of  amygdalin,  the  only  naturally  occurring  cyanogenetic 
glucoside  hitherto  definitely  known. 
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Part  I. 
Introdxiction, 

§  1.  Since  the  fundamental  discoveries  of  Weierstrass,  much  progress  has  been 
made  with  regard  to  uniform  transcendental  fiinctions  ;  but  the  advances  of  modem 
mathematics  appear  to  have  included  no  attempt  formally  to  classify  and  investigate 
the  properties  of  natural  groups  of  such  fiinctions. 

Consider,  for  instance,  the  case  of  transcendental  integral  fiinctions  which  admit 
one  possible  essential  singularity  at  infinity.  They  form  the  most  simple  class  of 
uniform  fiinctions  of  a  single  variable,  and  yet  of  them  we  know,  broadly  speaking, 
the  nature  of  but  four  types  : — 

(1)  The  exponential  function,  with  which  are  associated  circular  and  (rectangular) 

hyperbolic  functions ; 

(2)  The  gamma  functions ; 

(3)  The  elliptic  functions  and  functions  derived  therefi'om,  such  as  the  theta 

functions  and  Appell's  generalisation  of  the  Eulerian  fiinctions  ; 

(4)  Certain  functions  which  arise  in  physical  problems  (such  as  a?"""  J«  {x))  whose 

properties  have  been  extensively  investigated  for  physical  purposes. 

There  are,  of  course,  isolated  examples  of  other  types  of  fiinctions ;  yet,  broadly 
speaking,  except  for  algebraic  polynomials,  the  four  types  just  mentioned  comprise 
the  extent  of  our  knowledge. 

§  2.  Take  now  an  example  of  the  first  type  of  function. 

We  may  write  — — >--"  =  n    1  +  — r    ,  and  hence  we  have 


2in^ 


80  that  when  |2:|  is  very  large,  the  approximate  value  of  IT    1  H-     g    is  (27r) 


-1  z-\  e"^. 


so  long  as  —  TT  <  arg  2;  <  tt. 
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Tliat  is  to  say,  for  all  points  in  the  region  oi  z  =  co  which  are  not  at  a  finite 
distance  from  the  zeros  of  tt"^  z"^  sinh  n  ^z,  this  fiinction  admits  what  we  may  call 
the  asymptotic  expansion  (27r)"^  z"^  e"  ,  and  a  similar  property  is  true  of  all  functions 
of  the  first  class. 

§  3.  Consider  next  the  second  class  of  fiinctions. 

We  have  as  the  simplest  example 


1 
^~-  =  e'^'zU   , 


'hi>-'] 


Since  the  time  of  Stirling  it  has  been  known  that,  when  2  is  a  large  positive 
integer, 


*     (-f    13*+1  _.L 


approximately — the  terms  neglected  involving  exponentials  of  a  lower  order  than 
those  retained. 

In  1889  Stieltjes*  proved  that  this  asymptotic  expansion  is  valid  for  all  values 
of  z  in  the  region  of  a;  =  00 ,  except  those  which  are  at  a  finite  distance  from  the 
zeros  of  r~^  (z). 

By  a  different  method  it  is  possible  to  establish  both  Stieltjes'  result  and  the 
analogous  theorem  that  the  double  gamma  function! 

r,-'(2)  =  e^"5^^".^.  n   n'r(^i+ ^)e-^^*sn 

»n=o  i«3=oLV  ^^  /  J 

iu  which  ft  =  m^iOi  +  ^2^2j  admits  the  asymptotic  expansion 

r    /2W2irt(M+TO'),S',(0) 

^^g        o(.   a,^        =  -  ^'1  ^^)  ^  ^•^g-'--^  ~  2  (m  +  m')  m} 


+  2 


A-(o)  4-  i  .sr  (0)  [i + i}  -h  j^  ^:^fi''^^\ 


This  expansion  was  shown  to  be  valid  for  all  points  in  the  plane  of  the  complex 
variable  z  near  infinity,  which  are  not  at  a  finite  distance  from  the  zeros  of  the 
integral  fimction  Tf  ^  (z). 

A  similar  theorem  is  true  for  multiple  gamma  functions. 

§  4.  As  regards  the  elliptic  fiinctions  and  the  integral  fiinctions  associated  with 
them  which  constitute  the  third  type,  there  are  no  points  in  the  neighbourhood  of 
infinity  which  are  not  at  a  finite  distance  from  the  zeros  of  the  functicni  and  no 
asymptotic  approximations  are  known  to  exist. 

♦  *  LiouviUe '  (4),  vol.  5,  pp.  425-444. 

t  See  a  paper  by  the  Author,  *  Phil.  Trans.,'  A,  vol.  196,  pp.  265-387. 
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§  5.  The  best  known  example  of  the  fourth  type  is  Bessel's  function 

^*('^^'"^?or(/.  +  i)r(,.  +  n  +  i)" 

It  is  evident  that  z^^J^  (z)  is  a  uniform  integral  function. 

The  investigations  of  PoissoN,*  Stokes, t  Lipschitz,|  and  Jordan,  §  have  finally 
led  to  a  rigorous  demonstration  by  the  latter  that  asymptotically,  when  n  is  real, 

^""^^n  {^)  =    A/  —'  2;"''*"*  cos  1 2;  —  (?i  +  ^)  ;^  V,  wheu  3fit  (2:)  is  positive, 

and  z"""  Jm  (2^)  =    \/ ~-  <^^"  ^  ^ '  ^'  2""""*  cos  1 2;  +  (n  +  i)  9  k  when  Ifit  (2;)  is  negative. 

The  complexity  of  this  result  is  reduced  by  the  transformation  —  2;^  =  «  or  2;  =  i  \/ty 
which  gives  z-^i,  {z)  =  ^2  2^^nr(^^^r{,i  +  n+iy  ^"^  ^^^*^g^^l  function  of  t 

And  now  we  have  for  the  asymptotic  value  of  2; ""J,,  (2;)  the  unique  expression 

which  is  valid  for  all  values  of  arg  t  between  —  n  and  tt. 

This  shows  at  once  that  ^"''J,,  (2;),  qud  fiinction  of  t,  has  no  imaginary  roots  which  1 

are  not  at  a  finite  distance  from  the  negative  part  of  the  real  axis.  In  point  of 
fact,  these  roots  are  known  to  be  real  and  negative  when  n  >  —  1 1|.  Hence  the 
asymptotic  expansion  for 

is  valid  for  all  points  in  the  neighbourhood  of  ^  =  00  except  those  which  are  at 
a  finite  distance  from  the  zeros  of  the  function. 

§  6.  The  question  now  forces  itself  upon  us : — "  Do  all  integral  functions  of  a 
single  variable  z  admit  asymptotic  approocimations  in  th^-  domain  ofz=co ,  which  are 
\}alidfor  all  points  hut  those  which  are  in  the  immediate  vicinity  of  the  zeros  of  the 
functions  ? 

♦  PoLSSON,  'Journal  de  Tficole  Polyt.,'  vol  19,  1823,  pp.  349  d  seq. 
t  Stokes,  *Camb.  Phil.  Trans.,'  vol.  9,  1856,  pp.  166  et  seq, 

I  LiPSCHiTZ,  *Crelle,'  vol.  56,  pp.  189  ei  seq. 

§  Jordan,  *Cours  d' Analyse,'  1896,  vol.  3,  pp.  254-274. 

II  When  n  is  negative  and  between  m  and  m  +  1  in  absolute  value,  there  may  be  a  finite  number  (2m)  \ 
of  imaginary  roots  of  ^~"Jn  (^)i  but  these  are  not  associated  with  the  essential  singularity.  Cf,  Mac-  i 
DONALD,  *  Prof  Lond.  Math.  Soc.,'  vol.  29,  pp.  575-584.  I 
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The  present  memoir  is  devoted  to  the  answer  of  this  question ;  and  the  question  is 
closely  connected  with  other  subjects  of  enquiry. 

§  7.  Soon  after  Weierstrass,  in  1876,  published  his  great  theorem  relating  to  the 
formation  of  uniform  functions  with  assigned  zeros,  Laguerre  remarked  the  funda- 
mental nature  of  the  number  of  terms  in  the  exponential  function  which  is  necessary 
to  form  the  "  prime  factor."  The  number  was  by  him  termed  the  "  genre  "  of  the 
function  ;  and  the  questions  at  once  arose  : — 

"  Is  the  genre  of  a  function  equal  to  the  genre  of  its  derivative  ?" 
"  Is  the  sum  of  two  functions  of  the  same  or  different  genre  a  function  of  genre 
equal  to  the  common  genre  or  equal  to  the  larger  genre  respectively  ?" 

§  8.  Again,  by  Bolle's  Theorem  it  is  known  that  the  real  roots  of  any  algebraic 
equation,  <f>  (x)  =  0,  separate,  and  are  separated  by  those  of  (f>'  (x)  =  0. 

Is  this  true  when  (f>  (x)  is  an  integral  function  ? 

Closely  connected  with  this  enquiry  is  the  further  one  : — "  If  the  roots  o£  (f>{x)  =  0 
are  all  real,  are  those  of  ^'  (x)  =  0  real,  in  the  case  when  <f)  (x)  is  any  integral 
function  ?" 

Again,  it  is  evident  that  the  more  quickly  the  zeros  of  an  integral  function  increase, 
the  more  quickly  will  the  Taylor's  series  for  the  function  converge.  Can  any  con- 
nection be  discovered  between  the  magnitude  of  the  coefficients  of  the  Taylor's 
series  and  the  expression  for  the  zeros  of  the  function  it  represents  ?  In  other  words, 
if  we  are  given  the  general  term  of  the  Taylor's  series  for  an  integral  function,  can 
we  approximately  determine  the  nature  of  its  zeros  ?* 

All  these  questions  fundamentally  depend  on  the  asymptotic  approximation  for  the 
function.  The  nature  of  the  latter  serves  to  classify  the  nature  of  the  integral 
function, 

Hist07'y  of  the  subject. 

§  9.  As  already  remarked,  WEiERSTRASst  founded  the  theory  of  transcendental 
integral  functions  by  constructing  functions  with  any  assigned  zeros.  LaguerreJ 
invented  the  term  "genre"  to  denote  the  number  of  terms  in  the  exponential 
associated  in  the  prime-factor — and  for  functions  of  genre  0  and  1  proved  that  the 
real  roots  of  the  transcendental  integral  function  <^  (a:)  =  0  are  separated  by  those  of 
<}>'{x)=  0. 

He  also  proved,  as  Hermite§  had  previously  proved  for  =-^  ,  that  if  the  roots  of 

1  (x) 

<^  (x)  =  0  are  real,  those  of  <^'  (x)  —  0  are  real,  provided  ^  {x)  is  of  "  genre  "  0  or  1. 

*  This  question  is  not  formally  considered  in  the  present  memoir,  as  the  expansions  which  are  obtained, 
although  they  will  give  closer  inequalities  than  any  hitherto  published,  must  be  still  further  developed 
before  inequality  can  be  replaced  by  that  asymptotic  equality  which  alone  would  be  a  complete  solution 
of  the  problem. 

t  Weierstrass,  "  Zur  Theorie  der  eindeutigen  analyt.  Funct.,"  *  Gesamra.  Werke,'  vol.  2. 

X  Laguerre,  *  Compt.  Rend.,'  vol.  94,  pp.  160-163,  635-638 ;  vol.  95,  pp.  828-831 ;  vol.  98,  pp.  79-81. 

§  Hermitk,  *  Crelle,'  vol.  90,  p.  336. 
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His  principal  proposition  is,  '  If,  as  «  tends  to  oo ,  a  very  great  value  of  | « |  can  be 
found  for  which  the  limit  of 

<f>(z) 

tends  uniformly  to  the  value  zero,  then  <^  (2;)  is  of  genre  n.' 

Shortly  afterwards,  Poincar]6*  gave  further  criteria  for  the  genre  of  a  ftinction,  and 
made  the  important  step  of  pointing  out  that  the  near  connection  between  the  genre 
of  the  function  and  its  behaviour  near  infinity  lead  to  an  approximate  determination 
of  the  magnitude  of  the  general  term  of  the  Taylor's  series  for  the  function. 

After  a  succession  of  notes  by  CESARO,t  VivantiJ  (who  proved  that  the  derivative 
of  a  ftinction  is  of  the  same  genre  as  the  function  itself),  and  Hermite,§  the  subject 
remained  in  abeyance  until  Hadamard,||  in  a  memoir  crowned  by  the  French 
Academy,  gave  a  valuable  extension  of  Poincar^'s  results. 

The  latter  had  proved  that  in  the  Taylor's  series  for  an  integral  function  of 
genre  E,  the  coefficient  of  x*  multiplied  by  the  (E  +  1)^**  root  of  m !  tends  to  zero,  as  m 
indefinitely  increases. 

Hadamard  proved  that,  if  the  coefficient  of  of  is  less  than  ( — j  j^  ,  the  function  is,  in 

general,  of  genre  less  than  X.     He  also  showed  that  when  the  coefficient  of  a:*  is  of 

order  f — jj^  ,  where  X  is  not  an  integer,  the  function  represented  by  the  series  is  of 

genre  E,  designating  by  (E  +  I)  the  integer  immediately  superior  to  X. 

Finally,  BoREL,ir  continuing  Hadamajid's  researches,  introduced  a  more  precise 
notion  than  that  of  genre  (t  §  12),  and  attacked  the  difficult  problem  of  functions  of 
infinite  order  whose  convergence  is  very  slow. 

^Note  added  March  20th,  1902.]  In  his  recent  text-book,  "  Le9ons  sur  les 
Fonctions  Entiferes,"**  Borel  has  given  a  valuable  precis  of  our  present  knowledge  of 
integral  ftmctions.  And  a  paper  by  MELLiNft  has  recently  come  to  my  notice,  which 
should  be  carefiilly  read  by  all  interested  in  the  subjects  with  which  the  present 
memoir  deals. 

§  10.  The  present  contribution  to  this  interesting  theory  differs  firom  previous 
investigations  in  that  it  is  shown  to  be  possible  to  substitute  actual  asymptotic 
equalities  for  the  inequalities  which  have  been  previously  obtained.^ 

♦  PoincarA,  'Bull,  des  Sciences  Math.,' vol.  16,  pp.  136-144. 

t  Cksaro,  'Compt.  RenA,'  vol.  99,  pp.  26,  27. 

t  ViVANTi,  'Battaglini,'  vol.  22,  pp.  243-261,  and  378-380;  vol.  23,  pp.  96-122;  vol.  26,  pp.  303-314. 

§  Hkrmitb,  'Battaglini,'  vol.  22,  pp.  191-200. 

II  Hadamard,  *Liouville'  (4),  vol.  9,  pp.  171-215. 

IT  Borel,  '  Acta  Mathematica,'  vol.  20,  pp.  357-396. 

♦♦  Paris,  Gauthier-Villars,  1900. 

tt  Melun,  *  Acta  Societotis  Fennicae,'  1900,  vol.  29,  No.  4 

[II  Melon  has  obtained  results  of  this  nature.] 
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The  memoir  deals  almost  exclusively  with  simple  integral  fiinctions  of  finite  or  zero 
order  {vide  the  definitions  of  the  succeeding  paragraphs.) 

I  reserve  the  consideration  of  functions  of  infinite  order,  and  also  the  results  which 
I  have  obtained  in  connection  with  fiinctions  of  double  or  multiple  sequence.  The 
latter  form  a  self-contained  theory,  which  is  a  natural  extension  of  the  investigations 
of  the  present  memoir.  The  consideration  of  the  asymptotic  expansion  of  integral 
functions  defined  by  a  Taylor's  series  is  ako  postponed,  although  certain  noteworthy 
extensions  of  Hadamard's  results  can  be  at  once  deduced  from  the  present  theory.* 

My  thanks  are  due  to  Professor  Forsyth  for  the  kind  way  in  which  he  has 
supplied  me  with  references  and  criticism. 

The  Cldssification  of  IrUe^ral  Functions. 

§  11.  An  integral  function  we  define  to  be  a  uniform  transcendental  fiinction  with 
no  poles,  and  a  single  essential  singularity  at  infinity.  [Sometimes  it  is  convenient 
to  include  algebraic  polynomials.]  An  integral  fiinction  is  thus  the  same  as  a 
holomorphic  function,  to  use  the  translation  of  Cauchy's  name ;  it  is  the  equivalent 
of  the  French  ^^fonction  enii^re"  and  the  German  ''game  Funktion"  Every  mero- 
morphic  function  can  be  expressed  as  the  quotient  of  two  integral  functions. 

The  most  simple  integral  fiinction  can  be  written  in  the  form 


91=1 


(-f.) 


where  H  (2;)  is  an  integral  fiinction  of  z,  where  the  zero  a^^  depends  solely  upon  n  and 
certain  definite  constants,  and  where  the  law  of  dependence  of  a»  upon  7i  is  the 
same  for  all  zeros.  Such  a  fiinction  we  call  a  simple  integral  fiinction  with  a  single 
sequence  of  non-repeated  zeros.  The  law  of  dependence  may  be  broken  for  a  finite 
number  of  arbitrary  zeros  in  the  finite  part  of  the  plane.  The  existence  of  such  zeros 
is  equivalent  to  the  multiplication  of  the  transcendental  function  by  an  arbitrary 
polynomial  coupled  possibly  with  an  exponential  fimction  of  the  type  &'^\  where 
p{z)  is  another  algebraic  polynomial.  Such  terms  do  not  substantially  alter  the 
character  of  the  function. 

Functions  of  the  type  e^^'\  where  H  (z)  is  an  integral  fiinction,  belong  to  a  class 
apart.  The  integral  fiinction  which  we  consider  we  shall  suppose  to  be  deprived  of 
such  extraneous  factor. 

*  The  present  memoir  was  largely  written  during  the  summer  of  the  year  1898.  In  consequence,  and 
in  spite  of  rigorous  revision,  results  may  sometimes  appear  to  be  tacitly  claimed  as  new  which  have  since 
been  published  in  papers  to  which  reference  is  made  in  connection  with  other  investigations  of  the 
memoir. 

3   H  2 
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The  standard  reduced  simple  integral  function  with  a  single  simple  sequence  of 
non-repeated  zeros  is  thus 


n 


We  shall  call  this  briefly  a  simple  integral  function, 

§  12.  The   quantity   p„   is   the   smallest   integer   such  that   the   series    S  a"***  is 

absolutely   convergent.     When   the  convergency  of  the  series  can  be  assured  by 

taking  for  p^  some  number  p  independent  of  7?,  the  function  is  said  to  be  of  finite 

«         1 
genre^  p.     In   this   case,  if  p   is   a   real  positive   quantity   such   that    2   i — ly^ 

n=l     I  ^»i  I 

converges  and    2    i — \p-L-,  diverges,  however  small  the  real  positive  quantity  c  be, 

n=l     |^«| 

the  function  is  said  to  be  of  orderf  p,  and  p  is  called  the  convergencC'CxponentX  of  the 

series  —,,...,  — ,  .  .  .     It  is  suflScient  that  the  function  a,^  depends  uniquely 

upon  n\  if  we  put  a„  =  <^  (n),  the  quantity  <jS>  (n)  is  not  necessarily  a  uniform  function  : 
it  may  be  a  definite  value  of  some  multiform  function  of  n. 

§  13.  When  there  is  no  finite  quantity  p  which  will  make  the  series   2    i — r; 

converge,  the  function  is  said  to  be  of  infinite  genre  and  infinite  order.  The  con- 
vergency of  the  series  can,  as  Weierstrass  first  showed,  always  be  obtained  by 
taking  p  =  n.     A  theorem  due  to  Cauchy  proves  this  at  once,  since 


*  1  *"  I 

It  is  equally  sufficient  to  take  p  =  log  /?,  for  then   2    i  —  nu^  =   2      log  \ «,  j ;  and  the 

«  =  l     1  ^«  1  n=l   ^Ir 

latter  series  is  convergent,  since  |  a„  \  increases  indefinitely  with  n. 

But  a  smaller  number  still  is  a  sufficient  value  for  p,  namely,  the  greatest  integer 

contained  in  — ^^— i — v—  ,  where  c  is  any  positive  quantity  as  small  as  we  please.  § 

The  great  difficulty  in  the  theory  of  asymptotic  approximations  for  functions  of 
infinite  order  consists  in  finding  the  minimum  value  of  p.  I  do  not  intend  to  consider 
such  functions  in  the  present  memoir.  Functions  of  the  type  c"^"'^,  where  H  (2)  is 
holomorphic,  are  of  course  integral  functions  of  infinite  order. 

§  14.  It  is  evident  that  if  a,t  does  not  increase  more  quickly  than  some  (possibly 
fractional)  power  of  ?i,  however  small,  the  associated  integral  function  will   be  of 

*  Laguerre,  *Comptes  Rendus/  vol.  94;  *  (Euvres,'  vol.  1,  pp.  167  et  seq, 

t  BoREL,  *  Acta  Mathematica/  vol.  20,  p.  300. 

I  VON  ScHAPER,  *  Hadamard'sclieu  Functioneii/  p.  35  ;  BoREL,  *  Foiictious  Eiitieres,'  p.  18. 

§  BoREL,  '  Acta  Mathematica;  vol.  20,  p.  360. 
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infinite  order.  On  the  other  hand,  if  a„  increases  faster  than  any  algebraic  power  of 
7j,  however  large,  provided  it  be  not  actually  infinite,  the  function  is  of  zero  order. 
In  other  words,  functions  whose  order  is  "  finite  both  ways,"  to  use  De  Morgan's 
phrase,  have  zeros  which  are  to  a  first  approximation  algebraic. 

The  zeros  of  the  function  are  said  to  be  actually  algebraic  when  they  are  given  by 


when  p  is  of  course  positive  and  rational,  the  c's  are  constants,  and  Pn  Pm  >  »  .  are 
in  ascending  order  of  magnitude. 

It  is  now  evident  that  we  can  form  a  scale  of  integral  functions ;  thus,  in  between 
functions  with  the  algebraic  zeros 

a^  =  n"'     and     a«  =  n^^     where  p^  >  p^, 

will  come  functions  with  zeros  like 

nf'  log  ??,     n^'  log  11 .  log  log  n  and  so  on.* 

Such  fimctions  we  call  simple  integral  functions  of  finite  order  with  a  single 
simple  transcendental  sequence  of  zeros;  or,  in  brief,  functions  of  transcendental 
sequence. 

Thus 


,,?,[^+(7dog70^j 


is  a  function  of  transcendental  sequence  of  order  J  and  genre  zero. 

§  15.  Functions  of  zero  order,  which  must  always  be  of  transcendental  sequence, 

can  be  classified  in  the  same  way.     The  most  simple  is  n     1  +  —  . 

Then  we  consider  functions  whose  zeros  are  obtained  by  multiplying  c"  by  an 
algebraic  function  of  n.  The  next  step  is  obviously  to  introduce  intermediate 
functions  by  means  of  logarithmic  terms,  and  so  on.  Then  we  introduce  functions 
formed  from  sets  of  zeros  of  still  more  emphatic  convergence,  such  as 


fi['+^] 


The  range  is  obviously  limitless. 

§  16.  It  is  worth  noticing  that  the  density  of  the  zeros  along  the  (possibly  curved) 
line  on  which  they  lie,  decreases  with  the  increase  of  the  convergence  of  the  function. 
The  zeros  of  the  higher  functions  of  zero  order  have  therefore  a  density  which 
becomes  less  as  we  go  higher.  The  conception  of  the  density  of  a  function  is  perhaps 
the  most  easy  way  of  intuitively  classifying  it. 

*  The  analogy  of  the  De  Morgan  and  Bertranp  scales  of  convergence  is  almoat  too  obvious  to  need 
mention. 
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The  investigation  of  the  character  at  infinity  of  the  zero-lines  of  simple  integral 
functions  belongs  to  the  theory  of  functions  of  real  variables.  I  do  not  propose  to 
undertake  it  here.  It  is,  however,  evident  that  such  lines  cannot  curl  round 
infinity  when  they  belong  to  functions  of  finite  non-zero  order  with  algebraic  zeros  :* 
they  approach  this  point  in  a  line  which  becomes  ultimately  straight. 

§  17.  A  function  with  a  finite  number  of  simple  sequences  of  zeros  can  evidently 
be  built  up  of  a  number  of  functions,  each  with  a  single  sequence  of  zeros. 

The  function  will  thus  have  a  finite  number  of  lines  of  zeros  tending  to  infinity. 

"When  the  zeros  of  a  fiinction  of  order  p  are  all  of  the  same  character  and  form  m 
lines  symmetrically  ranged  round  the  origin,  the  function  will  be  equal  to  a  function 

of  t  (=  2*)  of  order  — . 

Thus  a  function  of  order  ^  with  the  sequences 


where  <m^  =  1, 


is  given  by  the  product  n     1 which,  considered  as  a  function  of  ^^,  is  of  order  ^. 

§  18.  A  fiinction,  each  of  whose  zeros  is  repeated  a  definite  number  of  times, 
k  (say),  is  substantially  the  k^  power  of  a  function  with  the  same  sequences  of  non- 
repeated  zeros. 

When  the  n***  zero  of  a  fiinction  of  simple  sequence  is  repeated  a  number  of  times 
dependent  upon  n,  we  call  the  function  in  brief  a  simple  repeated  function.  We 
can  obviously  have  repeated  functions  with  any  number  of  sequences  of  zeros.  We 
may,  as  before,  limit  our  consideration  to  a  function  with  a  single  sequence  of  zeros  ; 
such  a  one  may  be  written 

F{z) 


00 

n 

n=l 

\                 ^»/ 

The  quantity  /t«  must,  in  order  that  the  repetition  of  the  zero  may  not  be  meaning- 
less, be  an  integral  number  depending  upon  n ;  but,  if  we  take  the  principal  values 
of  the  ensuing  expressions,  it  is  evident  that  we  may  get  a  generalised  repeated 
function  by  regarding  fi^  as  a,  general  function  of  n. 

The  quantity  p„  must  be  so  chosen  that  2    ~  is  convergent. 

*  This  statement  does  not  deny  that  they  can  curl  a  finite  number  of  times  in  the  finite  part  of  the 
plane. 
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r 


We  must  then,  in  general,  have  Itt 


a"" 


=  0  ;    that  is  to  say,  a«*/i»~*  miist 


increase  indefinitely  with  n.  We  can  no  longer  assign  log  n  as  a  value  for  p^,  which 
is  always  sufficient  to  ensure  convergence,  as  was  the  case  with  simple  non-repeated 
fimctions. 

§  19.  It  is  evident  that  we  may  regard  the  value  of  p  for  which,  e  being  a  small 
real  positive  quantity, 

CO        it  00        |j 

2  -^p+t  is  convergent  and   2  — p-,  is  divergent 

n=l  ^H  n=l  ^n 

as  the  order  of  the  repeated  fiinction.  When  p  is  an  integer,  the  order  is  equal  to 
the  genre  :  in  other  cases  the  genre  is  the  integer  next  greater  than  p. 

If  the  order  is  not  infinite,  and  the  sequence  of  zeros  to  a  first  approximation 
algebraic,  /t»  must  be  algebraic  also.  ' 

Suppose  that 

L^  -:  =  1    and   U  ^*  =  1, 

tt=dD  ^  i»=oo  n 

then,  we  shall  have  for  the  determination  of  p«,  pp^  —  o-  >  1,  or  p«  >  (o-  +  l)/p. 

Repeated  fimctions  of  infinite  order  will  not  be  considered  in  the  present  memoir. 

§  20.  Hitherto  we  have  limited  ourselves  to  integral  functions  which  possess  a 
finite  number  of  simple  sequences  of  zeros.  But  we  have  not  thus  exhausted  the 
category  of  integral  functions.  Instead  of  the  typical  zero  being  a  definite  function 
of  the  single  number  necessary  to  define  its  position  in  the  series  to  which  it  belongs, 
it  may  be  a  fiinction  of  two  or  more  numbers  and  belong  to  a  doubly  or  multiply 
infinite  sequence.  In  such  case  we  say  that  the  function  is  a  double  or  multiple 
integral  fiinction. 

Thus  the  Weierstrassian  a-  fiinction  is  a  double  integral  fimction,  and  another 
function  of  the  same  category  is  the  double-gamma  fiinction  to  which  reference  has 
been  made  in  §  3. 

The  multiple  integral  functions  always  have  ultimately  a  lacunary  space*  in  the 
region  near  infinity.  In  the  case  of  Weierstrass'  cr  function,  this  lacunary  space 
covers  the  whole  region  near  infinity ;  for  the  double-gamma  fiinction  this  spade  lieia 
between  the  negative  directions  of  the  axes  of  coj  and  oig. 

By  a  weU-known  theorem  due  to  JAC0Bi,t  functions  of  treble  or  higher  sequence 
with  periodic  zeros  cannot  exist.  This  theorem  may  be  extended,  and  we  may  prove 
that  there  must,  in  functions  whose  sequence  is  greater  than  double,  be  such  relations 

*  The  zeros  wiU,  of  course,  only  crowd  together  indefinitely  on  the  equivalent  Nkxjmann  sphere.    The 
possibility,  or  otherwise,  of  summable  divergent  expansions  is  the  reason  for  the  nomenclature, 
t  '  Qes.  Werke,'  vol.  2,  pp.  27-32. 
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among  the  parameters  that  the  region  near  infinity  is  not  ultimately  a  lacunary 
space.  The  parameters  are,  of  course,  the  constants  which  enter  into  the  expression 
of  the  general  zero  in  the  form 

cfni,  «2  .  .  .  =  <t>{ni,  rio,  .  .  .). 

Such  functions  have  been  scarcely  considered  in  analysis.  The  7iP^*^  gamma  function 
is  the  most  simple  example  which  it  is  possible  to  give.  The  theory  requires  develop- 
ment, since  from  quotients  of  multiple  integral  functions  can  be  built  up  the  general 
solution  of  a  linear  difference  equation. 

It  is  to  be  noticed  that,  by  the  coalescence  of  the  parameters,  multiple  integral 
functions  give  rise  to  functions  of  lower  sequence  with  repeated  zeros.  Thus  the 
function* 

arises  from  the  double  gamma  function  when  the  parameters  (o^  and  o)^  each  become 
equal  to  unity. 

The  separation  of  multiple  functions  into  functions  with  repeated  and  non-repeated 
zeros  and  their  classification  would  be  carried  out  on  parallel  lines  to  the  process 
adopted  for  simple  functions.  As,  however,  detailed  developments  of  the  asymptotic 
expansions  of  such  functions  are  not  investigated  in  the  present  memoir,  I  do  not 
intend  to  consider  such  functions  further. 

It  has  been  already  observed  that  by  the  substitution  of  z"*  (m  integral)  for  z,  we 
derive  from  any  simple  integral  function  a  function  with  m  times  as  many  sequences 
of  zeros.  The  substitution  of  e*  for  z  will  transform  a  simple  function  into  one  of 
double  sequence.  [An  example  of  this  is  given  subsequently  (§  62),  where  Lambert's 
function  is  derived  from  one  of  simple  sequence.]  By  transformations  of  greater 
complexity  we  may  evidently  construct  functions  of  limitless  range. 

§  21.  We  are  still  far  from  exhausting  the  category  of  integral  functions.  For 
instance,  we  may  have  ring  ftmctions,  that  is  to  say,  functions  whose  zeros  are 
situated  on  concentric  circles  :  the  number  of  zeros  on  the  n^^  circle  depending  upon  w. 

We  can  readily  see  that  such  a  function  is  given  by  the  product  n    1  —  -^  7-—:  j-       , 

where  x  (n)  is  a  function  of  n  which  is  equal  to  au  integer  for  all  values  of  n,  and 
where,  if  x  (^0  =  ^'5  inversely  n  =  \ji  (r),  and 

For,  the  product  will  converge  with 

*  See  a  paper  by  the  author,  *  Quart.  Journ.  Math.,'  vol.  31,  pp.  264  ei  seq. 
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the  first  A-  —  1  terms  for  which  \z\  ^  (f}{n)  being  omitted.     Thus  it  converges  with 

Exp.    -    2    2  -\-.r^         • 

The  modulus  of  the  term  inside  the  bracket  is  less  than 


5  V  r_M_T"*'"> 
:.»r/.li'^(")iJ 


z 

.  s      0(«) 

x(») 

"='■  1  _ 

z 

x(«) 

Now  1  — 


<^(«) 


x(«) 


(h  =  /%  Z:  +  1  .  •  .  ^  )  has  for  its  greatest  value  a  finite  positive 

converges,  which  is 


^(71) 


quantity  A  (say).      The  product  then  converges  if   2 
ensured  by  the  condition  assigned  at  the  outset. 

The  function  whose  existence  has  thus  been  established  has  x('0  zeros  on  a  circle 
of  radius  |  <f>  (n)  | .  If,  since  the  assigned  condition  makes  the  order  of  <^  (n)  greater 
than  that  of  x  (^)>  the  zeros  will  ultimately  be  separated  by  arcs  of  infinite  length. 

§  22.  A  little  ingenuity  will  enable  us  to  construct  other  functions  of  types 
innumerable,  among  them  what  Borel  has  called  functions  "d  croissance  irrtS- 
gulidre."^  The  survey  gradually  forces  upon  us  the  conclusion  that  we  cannot 
expect  to  find  any  general  law  as  to  the  behaviour  of  all  integral  functions  near  their 
essential  singularity  which  is  not  a  disguised  truism,  t  MM.  Hadamari^  and  Borel 
have  given  laws  relating  to  the  increase  of  all  integral  functions.  It  seems  to  me  that 
such  laws  must  be  limited  to  particular  classes  of  functions,  and  that  such  delimitation 
cannot  be  stated  too  explicitly.  Consequently  in  this  memoir  I  have  taken  the  most 
simple  functions  and  have  endeavoured  to  study  in  detail  their  behaviour  near  the 
essential  singularity,  for  I  believe  that  by  such  means  the  progress  made  will  be  sure, 
if  slow. 


*  Borel,  [*Fonctions  Entiferes,'  Note  III.],  gives  an  example  of  such  a  function  in  the  form  of  a 
Taylor's  series. 

t  Such  a  term  I  should  apply  to  M.  Borel's  law  "the  maximum  value  of  a  function  is  equal  to  the 
inverse  of  its  minimum  value  on  an  infinite  number  of  circles  at  infinity."  For  this  law  is  an  immediate 
consequence  of  the  possibility  of  asymptotic  expansions  {see  Part  II.  of  this  memoir). 

X  Osgood  (*  Bulletin  of  the  American  Math.  Soc.,'  Nov.,  1898,  note,  p.  80)  states  that  the  analysis  used 

to  prove  Hadamard's  most  general  law  requires  revision.     And  it  is  to  be  noted  that  Hadamard 

k 
(*Liouville,'  i  ser.,  t.  9,  p.  173)  assumes  that  <t>{m)  is  continuous,  increasing,  and  such  that  L</»(7n)  + 

constantly  increases  ultimately. 


VOL.    CXCIX. — A. 
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Part  II. 

The  Theory  of  Divergent  Series. 

§  23.  The  development  of  the  theory  of  divergent  series  is  an  interesting  instance 
of  the  progress  of  mathematical  tliought.  The  beginning  was  pilrely  arithmetic  :  to 
find  some  approximation  to  the  value  of  n  !,  where  7i  is  a  very  large  integer.*  In  the 
result  it  appeared  that  the  value  of  log  ii !  could  be  more  and  more  nearly  calculated  by 

adding  on  successive  terms  of  a  series  proceeding  by  powers  of  -.    The  error  is  of  the 

order  of  magnitude  of  the  term  of  the  series  next  after  the  one  at  which  we  stop. 
And,  most  important  fact  of  all,  the  series  is  divergent. 

If  n  !  be  replaced  by  r  (n  +  1),  a  similar  result  can  be  obtained,  which  holds  for  all* 
real  positive  values  of  7i, 

Finally,  there  comes  the  enquiry  as  to  what  meaning,  if  any,  can  be  attached  to  the 
equality  in  the  case  in  which  n  is  any  complex  quantity. 

Other  approximations  undergo  the  same  process  of  development,  so  that  it  becomes 
necessary  to  try  and  construct  a  formal  theory. 

What  we  may  call  the  arithmetic  theory  has  been  given  by  PoiNCAR6,t  for  the 
case  in  which  aU  the  quantities  involved  are  real : — a  restriction  which  the  author 
subsequently  assumes  to  be  unnecessary. 

For  the  more  extended  case,  when  z  is  any  complex  quantity,  we  may  say  that  the 

divergent  series  a^  -f  ^  +  .  .  .  +  ^  -f  .  .  .  of  which  the  sum  of  the  first  (n  +  1) 

terms  ifl  S„,  will,  when  \z\  ia  very  large,  be  an  asymptotic  expansion  for  a  fimction 
J  (z)  if  the  expression  1 2;"  ( J  —  S„)  |  tends  to  zero,  as  z  tends  to  infinity. 

Thus,  if  2;  be  sufficiently  large,  1 2*  ( J  —  S«)  |  <  €  where  c  is  very  small. 

The  error  J  —  S»  =  e/z""  committed  in  taking  for  the  function  J  the  first  w  +  1 
terms  of  the  series  has  a  modulus  which  is  infinitely  smaller  than  the  modulus  of  the 
error  J  —  S^-i  =  a„  +  e/z*"  obtained  by  taking  only  the  first  7i  terms,  for  |  a«  |  is  in 
general  finite,  and  \e\  is  very  small. 

In  view  of  subsequent  results,  it  proves  necessary  to  define  the  equality  of  the 
function  and  divergent  series  for  values  of  z  which  lie  along  some  definite  line  tending 
to  infinity.  We  do  not  then  assume  that  the  expansion  is  possible  all  round  the 
point  2;  =  00  . 

It  will  be  sufficient  to  recapitulate  the  results  which  PoiNCARi:  obtains. 

We  may  multiply  two  as3m[iptotic  series  together  by  the  same  rules  as  we  should 
apply  to  absolutely  convergent  series. 

*  Stirling,  *  Methodus  Differentialis '  (1730). 

t  *  Acta  Mathematica,*  8,  pp.  295-344;  *  M^canique  Celeste,'  vol.  2,  pp.  12-14. 
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In  particular,  we  may  raise  an  asymptotic  series  to  any  finite  power,  and  it  will 
then  represent  the  corresponding  power  of  the  function  represented  by  the  original 
series. 

The  term-by-term  integral  of  an  asymptotic  series  is  equal  to  the  integral  of  the 
function  which  it  represents :  in  brief,  we  may  integrate  an  asymptotic  series. 

In  general,  we  may  not  differentiate  an  asymptotic  equality. 

[Nevertheless,  we  may  differentiate  most  of  the  expansions  which  arise  naturally 
in  analysis,  and  are  not  constructed  artificially.] 

Similarly,  if  an  asymptotic  equality  involves  an  arbitrary  parameter,  we  may  not 
in  general  (but  we  may  fairly  safely  in  practice)  differentiate  with  respect  to  that 
parameter. 

Such  are  the  main  propositions  of  the  arithmetic  theory  of  asymptotic  expansions. 

The  difficulties  inherent  in  the  theory  are  obvious  when  we  attempt  its  application. 
We  have,  in  all  cases,  to  investigate  a  superior  limit  to  the  remainder  of  the  series 
after  the  first  (n  +  1)  terms  have  been  taken  ;  and,  to  do  this,  we  must  have 
command,  even  for  the  most  simple  cases,  of  analytical  processes  of  great  complexity 
and  power. 

§  24.  We  proceed  then  to  consider  these  series  from  the  function-theoretic  point  of 
view. 

That  is  to  say,  on  the  one  hand,  we  attempt  to  jsfive  a  definition  to  a  divergent 
series  which  shall  harmonise  with  the  development  of  Weierstrass*  theory,  and  on 
the  other,  we  enter  more  deeply  into  the  nature  of  the  essential  singularity  of  the 
function  of  which  the  divergent  series  is  the  expansion. 

Suppose  first  that  we  have  a  series  a^  -f-  a^  2  -f-  .  .  .  +  «« 2^**  +  •  •  -  of  finite  radius 
of  convergency  />,  so  that  by  Cauchy's  rule,  L^  \/ai=  p"^, 

n  =  oo         ' 

When  \z\  IB  greater  than  /a,  the  series  is  divergent  and  our  fundamental  conception 
of  a  series  as  a  command  to  add  in  order  successive  terms  leads  to  no  result. 

And  yet,  if  the  function  which  the  series  represents  be  not  one  which  has  the  circle 
of  radius  p  as  a  line  of  essential  singularity,  the  function  exists  outside  this  circle, 
and  admits  an  analytic  continuation.  Thus  the  function  exists  even  when  the  series 
is  divergent. 

Can  we  not  then  regard  the  series  when  divergent  as  a  command  to  perform  certain 
operations  which  shall  yield  the  analytic  continuation  of  the  function  ?  We  can  do 
so,  and  in  an  infinite  number  of  ways. 

The  most  simple  is,  perhaps,  given  by  an  extension  of  a  process  developed  by 

BOREL.* 

Let  the  plane  of  the  variable  x  be  dissected  by  some  line  going  from  0  to  oo  to  the 
right  of  the  axis  of  y, 

*  "Th^orie  des  series  divergentes  sommables,"  *LiouviIle,'  5  aer.,  t.  2,  pp.  103  et  aeq,  "  M^moire  sur  les 
series  divergentes,"  Ann.  de  TKcole  Normale  Siip^rieure,  3  ser.,  t.  16,  pp.  1  et  .^eq. 
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This  line  of  section  will  render  (—  x)'-^  =  e '--""«(-*' uniform,  and  we  shall  take 
that  value  which  is  real  when  x  is  real  and  negative. 

Then  it  is  known  that* 

where  the  contour  of  the  integral  embraces 
the  line  of  section  as  in  the  figure. 
From  the  original  series 

«o  +  «i^  +  .  .  .  +  ««2*  +  .  .  . 
and  an  auxiliary  function 

^  X  (^)  =  ^0  +  ^1^  +  .  .  .  +  CnZ''  +  .  .  . 

'0  being  any  arbitrary  quantity — construct  the  function 


in  which  c. 


G  (x)  ==  a^Co  +  a^c^x  +  .  .  .  +  a.AiX'*  +  .  .  . 
This  function  will  be  an  integral  function,  for 

n  =  »  11  =  00    V  r  (W  +  ^)  ^^^  pfl 


Consider  now  the  integral 


2  siu  7r9 


^G{xz)e-'{^xy'UIx, 


This  integral  is  equal  to 

o   .'     .  f  S  [a,c,,x''z']  e-'  ( -  .x)^-i  dx,     or      S  a,z\ 

L  bin  7rC7  J»r=o  n=0 

That  is  to  say,  when  1 2:  |  <  />,  the  integral  represents  the  same  function  as  the 
original  series.  For  all  values  of  j^:],  the  integral,  provided  it  has  a  meaning,  repre- 
sents the  analytic  continuation  of  the  series.  And  if,  when  the  series  is  divergent,  we 
regard  it  as  a  command  to  perform  the  processes  which  lead  to  the  integral 


2-»,nlsf  «(-)«"' (—)-'*■ 


we  shall  obtain  a  conception  of  such  a  divergent  series  which  is  in  harmony  with 
Weierstrass'  theory  of  functions. 

*  See  a  paper  by  the  author,  *  Messenger  of  Mathematics,'  vol.  29,  p.  105, 
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§  25.  We  now  enquire  whether  the  domain  of  existence  of  the  integral  is  coextensive 
with  the  domain  of  existence  of  the  analytic  function  defined  by  the  original  series. 
Just  as  the  series  ceases  to  define  the  function  by  becoming  divergent,  so  the  integral 
may  cease  to  be  an  adequate  expression  by  becoming  infinite. 

Consider  the  series  1  +  «  +  2;^  +  .  .  .  +  z"  +  •  •  • 

The  "  sum  "  of  this  series,  when  divergent,  is  represented  by  the  integral 

and  the  integral  is  taken  round  some  contour  embracing  an  axis  in  the  positive  half 
of  the  z-plane. 

Make  now  6  tend  to  unity.     Then  G  {xz)  becomes  e",  and  the  integral  becomes 

j   e"'^'"'^  dx,  taken  along  some  line  in  the  positive  half  of  the  2-plane. 

Suppose  now  that  x  =  pe'^,  2=1+  re'*  where  6  and  <^  are  both  in  absolute  value 
not  greater  than  tt.     Since  the  axis  of  the  integral  lies  in  the  positive  half  of  the 

z-plane,  ~  —  €  ST  ^  >  — «>"  +  €>  where  €  is  a  positive  quantity  as  small  as  we  please. 

The  amplitude  of  x  (5  —  1)  is  ^  +  <^,  and  that  the  integral  may  be  finite  this  quantity 

must  be  such  that  ifil  (2:— 1)  is  negative.    Therefore —>  ^  +  <j^  >  .>  or  —  «>  ^+<^>  ""V- 

These  conditions  can  always  be  satisfied  by  values  of  6  within  the  assigned  range, 
if  <^  does  not  lie  between  or  at  the  limits  of  the  range  bounded  by  c  and  —  e. 
We  thus  see  that  the  function  1/(1  —  z)  is  represented  by  the  series 

1  +  ^  +  ^^'  +  .  .  .  +  ^"  +  .  .  . 
within  a  circle  of  radius  unity ;  and  by  the  integral 

2sin7r^JLn=or(7i-fe)J^      ^      ^^      '^"^ 

for  all  values  of  z  except  those  which  lie  on  that  part  of  the  real  axis  between  the 
points  1  and  00 . 

§  26.  Similarly  the  series  X  ,  or  its  integral  equivalent  when  it  is  divergent, 

will  represent  —  2""^  log  (1  —  2:),  provided  z  does  not  lie  on  that  part  of  the  real  axis 
between  1  and  00  .  And  the  same  is  true  of  (1  —  2)""*  and  its  equivalent  series,  when 
nu  is  not  necessarily  an  integer.  These  statements  form  easy  examples  which  the 
reader  can  at  once  work  out  for  himself 

It  is  interesting  to  notice  that  the  lines  from  the  singularities  to  infinity  intervene 
to  give  uniformity  to  the  non-uniform   functions   to   which   divergent  series  may 
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00  2% 

"  sum."      Thus   the  divergent   series   S represents  the  non-uniform  function 

z"^  log  (1  —  2;),  which  becomes  uniform  when  a  cross-cut  is  made  along  the  real  axis 
from  1  to  +  0°  • 

§  27.  Suppose  now  that  we  have  any  function  with  singularities   lying  outside 
a  circle  of  radius  /o,  within  which  the  function  is  represented  by  the  convergent  series 

ofo  +  aja:  +  .  .  .  +  a«2»  +  .  .  . 

We  may  join  the  singularities  by  straight  lines  to  infinity,  each  line  being  the 
continuation  of  the  direction  from  the  origin  to  its  initial  point.  Then  within  the 
simply  connected  area  thus  formed  we  may  replace  the  function  by  a  set  of  integrals 
of  the  type 


m  id  ]       ^     ^         ^         ' 


2  sin 

Which  we  can  therefore  regard  as  the  "  sum  "  of  the  divergent  series  within  the 
region  in  question,  whenever  this  set  of  integrals  has  a  meaning. 

Although  in  general  this  will  not  be  the  case,  we  can  nevertheless,  if  the  function 
represented  by  the  series  has  only  a  finite  number  of  poles  outside  its  circle  of 
convergence  and  within  a  circle  of  finite  radius  o",  greater  than  the  radius  of  conver- 
gence p,  split  up  the  given  series  into  a  sum  of  others  each  of  which,  except  the  last, 
will  be  divergent,  but  capable  of  being  represented  by  an  integral  of  the  foregoing 
type,  while  the  last  series  is  convergent  within  this  circle  of  radius  o".  The  circimi- 
stances  under  which  the  whole  series  can  be  represented  by  a  definite  integral  over 
the  region  of  its  existence  I  hope  to  discuss  elsewhere.  The  problem  is  bound  up 
with  the  determination  of  the  number  and  nature  of  the  singularities  of  a  Taylor's 
series  and  is,  therefore,  connected  naturally  with  the  researches  of  Darboux,* 
HADAMARD,t  BoREL^J  Fabry,§  Le  Roy,||  Ltndelof,!  and  Leau.** 

§  28.  So  far  we  have  been  concerned  with  the  summation  of  divergent  series  of 
ascending  powers  of  z  which  are  convergent  for  suflBciently  small  values  of  \z\.     We 
will  now  dejine  asymptotic  series  as  those  which  are  divergent,  however  small   \z\ 
may  be,  and  we  proceed  to  consider  their  summation. 

At  the  outset  we  can  see  that  the  problem  is  essentially  dififerent  from  the  one 

♦  Darboux,  'Liouville'  (1878),  3  s^r.,  t.  4,  pp.  5-56,  377-416. 

t  Hadamard,  *Liouville'  (1892),  4  s^r.,  t.  8,  pp.  101-186. 

J  BOREL,  *Comptes  Keiidus,'  October  5  and  December  14,  1896;  December  12,  1898;  *  Acta  Mathe- 
matica,'  21 ;  *  Liouville'  (1896),  5  s^r.,  t.  2. 

§  Fabry,  *Ann.  de  Tfic.  Nor.  Sup.'  (1896),  3  s^r.,  t.  13,  pp.  367-399;  *  Acta  Mathematical  (1899), 
t.  22,  pp.  65-87;  *Liouville'  (1898),  5  s^r.,  t.  4,  pp.  317-358. 

II  Le  Koy,  *Comptes  Eendus,'  October  21,  1898,  and  February  20,  1899. 

IT  LiNDELOF,  *  Acta  Societatis  Fennicae,'  1898. 

♦♦  Lkau  *Liouville'  (1899),  5  s^r.,  t.  5,  pp.  365-425. 
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just  considered.  Instead  of  the  process  of  summation  leading  to  the  same  result, 
whatever  the  nature  of  the  integral  process  chosen,  we  can  obtain  an  infinite  number 
of  results,  each  associated  function  leading  to  a  different  function,  of  which  the  given 
series  may  be  regarded  as  the  asymptotic  expansion.  For  when  the  divergent  series 
is  convergent  for  suflBciently  small  values  of  1 2;  | ,  it  defines  a  function  over  that  area 
of  convergence,  and  any  summation  process  can  only  lead  to  the  analytic  continuation 
of  a  definite  branch  of  that  function.  But  a  true  asymptotic  series  has  no  area  of 
convergence,  and  any  meaning  which  we  care  to  attach  to  it  will  harmonise  with 
Weierstrass'  theory  of  functions. 

The  essential  nature  of  the  difference  between  the  two  kinds  of  series  may  be 
brought  out  in  another  way.  A  series  convergent  for  suflBciently  small  values 
of  1 2 1  represents  a  function  regular  in  the  neighbourhood  of  the  origin.  But  any 
function  which  a  true  asymptotic  series  can  represent  will  have  the  origin  as  an 
essential  singularity.  And,  therefore,  not  only  can  many  functions  with  an  essential 
singularity  at  the  origin  have  the  same  asymptotic  expansion,  but  also  the  same 
function  may  have  different  asymptotic  expansions  in  different  areas  having  the 
origin  as  apex.  It  is  almost  impossible  to  imagine  a  vagary  which  an  essential 
singularity  wiU  not  possess,  and  this  fact  we  cannot,  throughout  the  whole  of  the 
investigation,  too  carefully  bear  in  mind. 

Inasmuch  as  any  means  of  regarding  an  asymptotic  series  leads  to  a  result  peculiar 
to  that  means,  we  must  choose  our  process  with  care  so  as  to  obtain  the  most  simple 
result,  and,  if  possible,  so  as  to  ensure  that  our  conception  of  such  series  agrees  with 
the  arithmetic  point  of  view  by  which  historically  they  were  generated. 

§  29.  Suppose,  in  the  first  place,  that  we  have  given  the  asymptotic  series 

«o  +  ^i^  +  «2^^  +  .  .  •  +  ««2J"  +  •  .  .  , 

n/ — 

in  which,  by  Cauchy's  rule,  Lt  v^a„  =  00  .     And  suppose  fiirther  that  Lt  ^^-^  =  0. 

n  —  to  H  =  00        '^ 

Then  the  associated  fimction 

G  (z)  ==  UqCq  +  a^c^z  +  .  ,  .  +anC,,z"  +  •  •  •  , 

in  which  c„  =  ^ j  ,  will  be  an  integral  function. 

It  is  a  natural  extension,  then,  of  our  previous  ideas  to  regard  the  asymptotic 
series  as  the  expansion  of  the  integral 

and,  conversely,  to  regard  the  integral  as  the  "  sum  "  of  the  asymptotic  series. 
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The  point  z  =  0  will  be  an  essential  singularity  of  the  function  of  which  the 
integral  is  the  formal  expression.  For  certain  values  of  z  near  z  =  0  the  integral  can 
probably  take  values  which  differ  infinitely  for  the  smallest  change  in  the  value  of  z. 
This  will  happen  when  z  lies  on  a  line  of  zeros  or  poles  crowding  to  2  =  0.  Along 
such  lines,  or  quite  possibly  within  areas  of  the  same  nature,  the  asymptotic  series 
will  cease  to  represent  the  function. 

Further,  there  must  always  be  such  lines  or  areas  of  non-representation,  for  the 

only   functions   to   the    essential    singularities   of   which    poles   or   zeros   or   other 

'       I  . 

singularities  do  not  crowd  are  of  tlie   types  c,  c^''  ^  .  ,  ,  ,  which   cannot  admit  of 

asymptotic  expansion. 

We  have  then  the  fundamental  result  that  the  integral  cannot  represent  the 
"  sum  "  of  the  series  right  round  z  =  0,  There  will  be  certain  lines  or  areas  with 
2=0  as  extremities  or  vertices  along  which  the  asymptotic  series  cannot  be  "  summed  " 
by  any  process  which  we  may  employ :  these  lines  or  areas  will  differ  with  the 
different  processes,  but  will  never  be  absent  altogether. 

There  are,  of  course,  asymptotic  series  of  the  prescribed  type  which  can  never  be 

"  summed"  by  any  process  which  we  may  employ.     Such  a  one  is  S  a^.^"^,  in  which 
L^  {ch+1  —  c„)  =  00  and  lit  v''a„  =  oo .     But  such  series  will  never  arise  naturally  in 

analysis,  and  we  do  not,  therefore,  need  to  trouble  about  them. 

§  30.  We  have  now  to  consider  whether,  when  a  series  of  the  prescribed  type  is 
"  summed  "  by  means  of  the  process  indicated,  the  function  which  results  admits  the 
series  as  an  arithmetically  asymptotic  expansion  according  to  PoiNCARjfe's  definition. 

Denote  by  /(z)  the  integral  which  is  the  result  of  summing  the  series 

«o  +  «i2  +  .  .  .  +  <^/,2"  +  .  .     , 
in  which  L^  ^^a'^  =  oo  and  Lt  ^'^"  =  0. 

H  =  ao  n  =  ao      ^i 

The  associated  function  for  the  series  is 

G(2;)  =  u^Cq  +  a^c^z  +  .  .  .  +  a^.c^z"  +  .     .  , 
and  for  s^,  the  sum  of  the  first  n  terms  of  the  series,  is 

«o^o  +  ^h^i^  +  .  .  .  +  a,,c^z\ 
Hence 

/(z)  -  .„  _   .  _.  i_  f  G„^,  (.,  ^)        ,  ,.,.^   , 


where 


' G.+i  (c,  x)  =  zx\a,fi,  +  a,+ic^+i  {xz)  +  ...]• 
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Now  z^'*Gn+i{z,  x)  is  an  absolutely  convergent  series,  and  |  i^''''*G;,+i  {zx)\  tends  to 
zero  as  n  tends  to  infinity. 

Moreover  2;'""G„+i(2;z)  and  G{xz)  are  functions  which,  while  n  has  any  finite  value, 
have  the  same  character  near  \xz\  —  oo ,  for  they  only  diifer  by  the  polynomial 
cCqCq  +  a^c^zx  +  .  .  .  +  a,,Cn  {zx)\ 

Therefore     the     integral        . — ^     ""!;J~^^"  ^"'(""  ^)^"'*"^  ^^    will    represent    an 

analytic  function  of  2;  whenever  — : — -^  \G  (xz)  e"""  {^  xy"^  dx   does  so;    and    the 

two  functions  will  have  the  same  character  near  2  =  0. 

Therefore,  within  those  areas  for  which  the  second  integral  represents  the  "  sum  " 
of  the  given  asymptotic  series,  the  first  integral  is  finite,  and  [z"'*  {/{z)  —  $„}  j  tends 
to  zero  as  1 2: 1  tends  to  zero. 

Thus  the  asymptotic  equality  satisfies  Poincare's  arithmetic  definition.  The 
reader  must  note  very  carefully  that  this  theorem  does  7iot  apply  to  divergent  series 
which  have  a  finite  radius  of  convergence.     It  is  necessary  that  |  z  \  should  tend  to 

zero.     No  computer,  for  instance,  could  make  1  ^  2  +  2^  —  2^  +  .  .  .  tend  to  - — 7^  • 

§  31.  Suppose  now  that  we  differentiate  the  series 

%  +  a^z  +  .  .  .         +  a;,t"  +  .  .  . 
in  which 

Lt  ^Vn  =  00 ,  and  Lt  ^  =  0. 
We  shall  obtain  the  series 


cfi  +  2a..z  +  .  .  .  +  ?ia„2'*""^ .  .  . 

If  we  ''  sum  "  this  series  by  the  exponential  process  (the  name  which  it  is  convenient 
to  give  to  the  process  employed  in  the  preceding  paragraphs)  we  obtain  the  integral 

-  .  ^  — ^    G,  (xz)  e"**  (--  xY'^  dxy  in  which 
2  sm  TT^  J      ^  ^     ^        ^         ' 

Gi  (xz)  =  a^c^  +  2a..c,xz  +  .  .  .  +  na,,c„  (0:2:)'*"*  +  .  .  . 

We  thus  see  that,  since  this  series  is  an  integral  function, 

Gi  (xz)  =  1^  G  (a-). 

Therefore  the  "  sum  "  of  the  series  a^  +  2^02:  +  .  .  .  +  ;?a,,c""^  +  ...  is 

(1 


.>    .*     J'     G{.rz)c'^{^xy-^dx 
2  8111  ttO  J  r:        ^     ^         ^         ' 


VOL.    CXCIX.    -  A.  3    K 


Digitized  by 


Google 


434  MR  E.  W.  BARNES  ON  INTEGRAL  FUNCTIONS. 

Now  so  long  as  the  integral 

2  sm  7r5  J       ^     ^        ^         ' 

is  within  the  regions  surrounding  2;  =  0,  for  which  the  original  series  can  be  summed, 
the  diflferential  coefficient  of  the  function  which  it  represents  is  the  function  repre- 
sented by  the  integral 

-. -^  fA  G(x^)e-(-  xy-'dx, 

2  sin  TT^  J  csj       ^     '        ^         ' 

for  we  do  not  transgress  the  rules  which  govern  differentiation  under  the  sign  of 
integration.* 

Therefore,  within  the  region  for  which  an  asymptotic  equality  is  valid,  such 
equality  may  be  differentiated. 

Similarly  such  equality  may  be  integrated.  And  the  process  of  differentiation  or 
integration  may  be  repeated  any  number  of  times. 

§  32.  We  have  hitherto  limited  ourselves  to  the  consideration  of  asymptotic  series 
of  the  type 

«o  +  «i2^  +  .  .  .         +  ««2;~  +  .  .  . 
in  which  L^  yo^i  =  00     and      L^  ^  =  0. 

n=  00  n  =  00      '^ 

The  first  condition  is  necessary  that  the  series  may  have  zero  radius  of  con- 
vergency,  that  is  to  say,  that  it  may  be  asymptotic. 

The  second  condition  was  requisite  in  order  to  ensure  the  applicability  of  the 
exponential  process. 

It  is  convenient  to  call  an  asymptotic  series  for  which  L^  ^— '^  =  0  an  asymptotic 

llssoo        '^^ 

n/  — 

series  of  the  first  order ;  one  for  which  this  limit  is  greater  than  zero,  but  L^  y-^=.{i^ 

a  series  of  the  second  order,  and  so  on. 

We  have  given  in  the  preceding  paragraphs  the  theory  of  summation  of  series  of 
the  first  order.     But  suppose  that  we  wish  to  sum  one  of  the  most  simple  asymptotic 

series,  that  for  log  -^  — — ~,  namely  t  -  -     „ "      ,  where  S,,  (a)  is  Hermite's  Ber- 

noullian  function. 

By  Cauchy's  theorem,  re-discovered  by  Hadamard,  we  know  that 

Lt   \/^>  =  2.  : 
♦  Jordan,  *  Coura  d' Analyse,'  2nd  edition,  vol.  2,  pp.  154-157. 
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for  the  expansion 

«*  -  1  n=i    nl 

is  only  valid  within  a  circle  of  radius  27r.       (  i -,- «'«    ^  '     7  '  ^  ^  ) 

We  see  then  that  the  asymptotic  series  is  such  that,  if  we  denote  the  coeflScient 

^f^bya,, 


L^  ^  >  0,     and     U  ^"^^  =  0. 


n=oo       '«' 


The  series  is  thus  of  the  second  order.     And  the  associated  function  formed  as  in  the 
preceding  paragraphs  will  he 


n=l 


n.n\ 


which  is  not  an  integral  function. 

Our  analytical  machinery  therefore  breaks  down,  and  we  must  attempt  to 
extend  it. 

Just  as  the  original  problem  admitted  of  an  infinite  number  of  solutions,  so  we 
may  now  proceed  in  an  infinite  number  of  ways  to  give  an  analjrtical  meaning  to 
asymptotic  series  of  the  second  or  higher  orders. 

Of  these  two  would  appear  to  be  most  natural.  We  may  either  use  some  more 
powerful  associated  function  than  we  used  in  the  exponential  process^  or  we  may 
repeat  the  exponential  process  until  we  arrive  at  a  finite  analytical  fiinction. 

§  33.  Let  us  consider  in  the  first  place  the  second  of  these  alternatives. 

If  we  have  the  asymptotic  series 

S  +  ai2^  +  .  •  ,  +  a«2j"  +  .  .  .  , 

we  have  agreed  to  say  that  this  series  is  the  expression  of  the  analytic  function 

— — -r  \G^  {xz)  er*  {^-^  xf"^  dx,  whenever   this  integral   has   a   meaning,  that   is, 

whenever  Gj  {xz)  is  an  integral  ftinction,  and  the  integral  is  not  infinite. 
Now 

Gi  {z)  =  Y^e)  +  r(i'+ ^)  ^  +  •  •  •  +  f-^/.^  ^)  ^'  +  •  •  • 

=  a^  +  a{z  +  .  .  .  +  a«V  +  •  •  •  (say), 

and,  if  the  series  is  not  absolutely  convergent  over  the  whole  plane,  we  shall  be 
consistent  with  our  former  generalised  point  of  view,  if  we  regard  it  as  determining 
an  analytic  fiinction 

m  TT^  J     "  ^     ^         ^  ^ 


2  sin 
whenever  this  integral  has  a  meaning. 


3  K  2 
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Now 

=  ao"  +  .  .  .  +  a,!'z''  +  .  .  .  (say). 

If  the  series  G^  {z)  had  a  finite  radius  of  convergence,  or  zero  radius  of  the  fiirst  order, 
the  function  G^  (2:)  will  be  an  integral  function,  and  by  the  process  just  sketched, 
a  definite  meaning  has  been  assigned  to  G^  {z)  and  the  original  series. 

When,  however,  G^  (z)  has  zero  radius  of  convergency  of  the  second  or  higher 
order,  G^  (2)  will  not  be  an  integral  function,  but  we  must  regard  the  series  which  it 
denotes  as  determining  an  analytic  function 

~^[G^{xz)e-'^{^x)'-^dx, 
2  sin  7r6^  J     ^  ^     ^         ^         ^ 

whenever  this  integral  has  a  meaning,  that  is,  as  a  preliminary  condition,  whenever 

is  convergent  over  the  whole  plane. 

The  procedure  may  be  repeated  indefinitely.    If  Ave  have  started  with  an  asymptotic 

series  which  does  not  ultimately  give  rise  to  a  function  G,,  (2)  w^hose  finite  radius  of 

convergency  is  a  line  of  essential  singularity,  we  shall  ultimately  get  an  analytic 

\\         L        function  of  which  the  original  series  is  the  asymptotic  expansion  in  the  vicinity  of  its 

•         essential  singularity  2;  =  0. 

§  34.  The  extension  which  we  have  just  indicated  is  in  harmony  with  the  general 
theory,  but  we  have  still  to  determine  the  important  point  as  to  whether  the 
asymptotic  equality  of  series  and  functions  satisfies  Poincar^'s  arithmetic  definition. 

Take  for  simplicity  the  series  of  the  second  order  Oq  +  a^s  +  .  .  .  +  a^z""  +  .  .  .  , 
for  which  the  associated  series 

v{e)  ^  r(i  +  0)    ^  • '  •  ^  Y{n  +  0) "  ^  • "  • 

has  finite  radius  of  convergency  and  represents  the  function 
The  given  series  gives  rise  to  the  function 

Let 

G„  (2)  =  r^o  +  •  •  •  +  ««2», 
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then 

G  (z)  -  a  (z)  =  2"-^  \UG  (:^)  -  ,G„  (orz)}  e-'(-  a;)-i  cfe, 


where 


•«-«  =  AfF7«^- 


Now  2;"**"'^  (iG  (a:^)  —  iGn{o(^z)}  is  an  analytic  function  of  x  of  the  same  character  as 
jG  (xz) :  hence  the  natures  of  the  two  functions  G{z)  and  e~«~i  {Gr  (2)  —  G*  {z)\  near 
2=0  are  substantially  the  same.  And  therefore,  in  general,  if  G  (z)  tends  uniformly 
to  a  finite  limit  as  z  tends  to  zero  in  any  direction,  z"***^  {G  (z)  —  nG{z)}  also  tends 
uniformly  to  a  finite  limit  as  z  tends  to  zero  in  the  same  direction.  That  is  to  say, 
l^"*  \G{z)  —  nG  (2)}  I  tends  to  zero  as  z  tends  to  zero,  so  that  the  divergent  series  is 
arithmetically  asymptotic  for  the  function  G  (z). 

It  is  evident  that  a  repetition  of  the  same  argument  will  pro^e  the  arithmetic  nature 
of  the  asymptotic  dependence  of  a  series  of  any  order  and  the  function  to  w^hich  it 
gives  rise  by  successive  applications  of  the  exponential  process.  But  one  case  of 
exception  must  be  noticed.  At  each  step  the  equivalence  of  the  asymptotic  series 
and  the  derived  function  fails  along  certain  lines  or  within  certain  areas  radiating 
from  2  =  0.  And,  since  the  effect  of  such  failure  is  cumulative,  it  may  happen  that 
before  the  process  is  finished  the  equivalence  has  failed  over  the  whole  area  around 
2=0.  Either  the  series  is  hopeless — an  artificial  monstrosity  that  cannot  arise  in 
practice — or  we  need  some  other  process  by  means  of  which  it  can  be  interpreted. 

§  35.  As  an  example  of  the  process  just  sketched,  consider  the  asymptotic 
expansion 

__L.^-i+i/-'\Wi!!L'. 

1  —  s  »=i\n/s  +  w  —  1 

which,  qud  function  of  z,  is  an  asymptotic  series  of  the  second  order  and  wherein 
s  and  a  are  any  complex  or  real  parameters. 

Applying  the  integral  process  associated  with  the  exponential  function  to  the  series, 
we  obtain  the  integral 

*-    G,  (zx)  e'^^zdx, 

G,  (..)=:-  r  (1  - .)  (-  uy-^[  1  +  J^  ^^>J  u-y 

and  we  have,  for  convenience,  taken  the  auxiliary  function  to  be 

i  (-)T(2  -n-s)a", 

ns=0 

so  that  0  is  absorbed  in  s. 

Now  Gi  (ii)  is  a  series  of  finite  radius  of  convergency,  and  the  analytic  function 


2ir 
where 
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which  we  take  the  series  to  represent  is  the  function  of  which  the  series  is  the 
expansion  within  the  circle  of  convergency.  The  series  will  therefore  denote,  with 
our  present  conceptions,  the  function 

-r(i-^)i-E^.(-«r. 

The  series  with  which  we  commenced  may  therefore  he  regarded  as  giving  rise  to 
the  analytic  function 

-ir(i-»)ffi:^„(-:».)-'--^rf-=-^r(i-»)f'^(-<r* 

on  making  the  substitution  t  =  xz. 

This  function  admits  when  |2;|  is  small,  the  arithmetically  asymptotic  expansion 
from  which  we  started. 

When  z"^  is  a  large  real  positive  integer,  the  series  and  integral  become  ftindamental 
in  the  asymptotic  definition  of  the  extended  Riemann  ^  function. 

But  there  can  be  obtained  by  other  processes  an  indefinite  number  of  analytic 
functions,  each  of  which  has  an  essential  singularity  at  2;  =  0,  near  which  point  it 
admits  the  given  series  as  an  arithmetically  asymptotic  expansion.  We  proceed  to 
indicate  one  alternative  process  by  which  such  an  analytic  function  can  be  obtained  at 
a  single  step. 

§  36.  For  this  purpose  we  use  certain  results  of  the  theory  of  the  connection  between 
linear  difference  and  differential  equations. 

Consider  the  function 


■n  r  \       ^  *  .  .  a  a  + 1 , . ,  a  +  r  —  1  ,         ., 

It   is   evidently   a   transcendental   integral  function  which  is  a  solution  of  the 
differential  equation 

[(^  +  «)  +  ^ ^(^  +  />! -  1) . . .  (^+  />»  -  i)]y  =  0, 

wherein  the  operator  3^  =z  x~ 

If  y  be  any  solution  of  this  equation,  form  the  function 

where  the  contour  of  the  integral  and  the  prescription  for  ( —  x)'~^  are  exactly  those 
employed  in  the  definition  of  the  integral  for  V  (z)  previously  employed  (§  24). 
On  integrating  by  parts,  we  have 
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a  relation  which  may  also  be  written 

(z+  l)/(z+  1)=  -^^f[x<^(y)](-x)-irf.x. 

We  thus  see  that 
z{z  +  1  -  p^) .  .  .  (z  -\.  1  -  p^)f{z) 

=  <-)"''2^f  t*(^  +  p,  -  1)  .  .  .  (^  +  p„  -  l)y]{-xy-^cb:, 
and  also 

{z+l-a)f{z  +  l)  =  ^^\[x{»  +  a)y]{-xy-^dx. 

Therefore,  since  y  is  a  solution  of  the  equation 

^  (*  +  Pi  -  1)  .  .  .  (^  +  p.  -  1)2/  =  -  ^(^  +  a)  y, 


we  have 


/(,  + 1)  =  (-)-.'■<' -^'-M^-^yi-^Vw- 


The  general  solution  of  this  diflference-equation  is 

^ (') -T>r  •  i>;  --) . . .  r (p«  - .) "^ (^' "' ^1'  •  •  •  ^«')' 

where  tar  (z,  a,  Pi, .  .  .  p«)  is  a  simply  periodic  function  of  z  of  period  unity. 
We  have  then  established  the  identity 


^f  F«  («,  Pi,  •  •  •  P«.,  -  ^)  (-  ^)'  '  ^^ 

'^(^>*>Pl>  •  •  •  P«)- 


2  sin 

r(.)r(a-^)         r(p,)...r(p.) 


r(«)       •r(pi-^)...r(p^-.) 

When  a  =  p^,  the  expression  on  the  left-hand  side,  and  therefore  that  on  the  right- 
hand  side  must  involve  p^. . .  pm  only.  Thus,  when  a  =  pj,  ct (2,  a,  p|, . . .  p^)  involves 
P2  ' '  -  Pm  only.  It  must  therefore  be  a  function  of  a  —  p^, ...  a  —  p^.  Not  only  so, 
but  it  cannot  involve  these  quantities  at  all ;  for  when  a  =  p|,  bt  will  be  a  function  of 
Pi  "■  P2j  •  •  •  Pi  "^  p„,  and  yet  it  is  independent  of  p^ ;  and  so  on  when  a  =  p^, . . .  a  =  p«. 
Thus  isr  is  a  function  of  z,  simply  periodic  of  period  unity,  independent  of  a,  Pi, . . .  pm 
and  m. 

Let  m=  l,a  =  pi=  1;   then  F,i  (a,  p^,  p^,  .  .  .  p«,  —  a;)  becomes  e"',   and   the 
integral  becomes 

T-T^ fe"'(— a:V-ic/a;=  r(2:). 

2  am  ir^J        ^        ^  ^  ' 
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Thus  isr  (2;)  =  1,  and  we  have  finally  for  all  values  of  a,  Pi,  .  .  .  pm  and   z   the 
identity 

This  identity  is  the  direct  generalisation  of  the  identity 

r-T-*—  f  e-'  (-  xy-^  clx  =  r  {z\ 

2  sill  7r2;  J         ^         '  ^  • 

and  we  may  therefore  expect  to  be  able  to  use  it  to  extend  our  former  process  of 
"  summing"  asymptotic  series. 

§  37.  We  may,  in  fact,  show  at  once  that  we  can  sum  any  series  of  convergency 
zero  f{z)  =  cTq  +  a^a;  +  .  .  .  +  a^^"  +  .  .  .  ,  in  which  Lf  a^  =  (n  !)*,  where  Jc  is  any 

finite  quantity. 

For  this  purpose  we  put  a  =  p^  =  .  .  .  =  p^,  =  1 ; 

F.  (:«)  =  1  +  (1^  +  . . .  +  (-^-„  +  . . .  ,  and  we  have  -^^  \''ll:^~y  {-x)'-^  dx=lr  {z)f. 

Then,  with  our  former  notation,  we  take  the  auxiliary  function 

X  (z)  =  i^c..-,  where  l/c,  =  [r  («  +  ^)]«  =  ^  (-f^f^jiT  (-)'"  ("  »=)-'  ("  ^)''  ^=r- 
And  now  f{z)  is  defined  by  the  integral 

Tr[G{-xz)^:z^h-^cix, 

27r  J       ^  ^  [sm  TT^j'"  ' 

in  which 


w^O 


We  take  m  >  A:,  and  then  G  (u)  will  be  an  integral  function. 
For  Lt  a^Cu  =  n«<*-*^6-"^-«^  +  - •• ;  and  therefore  Lt  v/a^«  =  0. 

*  In  connection  with  the  proof  of  this  formula,  the  reader  may  with  advantage  refer  to : — 
Melun,  'Acta  Mathematica,'  8,  pp.  37-80;  9,  pp.  137-166 ;  15,  pp.  317-384. 

„        *  Acta  Societatis  Fennicae,'  t.  20,  pp.  1-115. 
PoiNCAR^,  "American  Journal,"  vol.  7,  pp.  203-258. 
PiNCHERLE,  *  Accad.  dci  Lincei,'  ser.  iv.,  t.  4,  pp.  694-700. 
PocHAMMER,  *  Mathematische  Annalen,'  Bd.  38,  pp.  586-597;  Bd.  41,  pp.  197-218. 

*Crelle,'Bd.  71,  pp.  316-352. 
Orr,  *  Cambridge  Phil.  Trans.,'  vol  17,  pp.  182-199, 
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We  can  thus  sum  any  natural  series  of  convergency  zero  whose  n***  coeflScient  is 
of  the  same  order  as  a  finite  power  of  n  \* 

§  38.  But  we  can  go  further  than  this :  we  can  construct  inverse  functions  which 
will  enable  us  to  sum  any  series  of  convergency  zero. 

For  we  have  seen  that 

Itt  J     (8111  irdy'^     ^         ^  L     \       I      yj 

Suppose,  now,  that  we  construct  the  function  fix)  =  S  — 7  .-^-'-n^,  -  • 
This  function  will  be  an  integral  function  of  ar,  for  we  have 

/(x)=  2  {-'xY%      .   .''     J 
^  ^   '        ,=0  ^         '  ,„=iLr;sm7r^J 

—    ^    \j—  X)    —       -      g, 

-o  -     1  _  (   ^   y 

\j'!  sin  •TT^/ 

which  is  absolutely  convergent  for  all  values  of  \x\. 

But,  if  we  operate  by  our  integral  on  this  function,  we  have  —  ly(*')  (—  a')"''"*"'  dx 
=  2  \S  {n  ■\- 6)^" ;  and   the   function  i  [r(n  +  e;J-   is  infinite  if  » (n  +  ^   be 

positive. 

If,  now,  we  take  f{x)  =  X    "'     .   '"*^.o   -  ,  where  &»  is  so  chosen  as  to  make  the 

^  m=I  (SIIITT^)-"* 

series  2  b^  [r  (n  +  ^)]"*  converge  for  all  finite  values  of  71,  it  is  obvious  that  /{x) 

m=l 

will  itself  converge  for  all  values  of  x,  and  so  be  an  integral  function. 
We  may  now  take  for  the  associated  function 

X(^)  =  ^0  +  ^1^  +  •  •  •  +  c^^"  +  .  .  .  ,  where  cr^  =  S  &«[r(n  +  0)J'^; 

msl 

and  by  suitable  choice  of  the  coefficients  b  we  may  make  c^  vanish  to  an  order  as 
great  as  we  please. 

We  can  then  sum  the  series  «o  +  ^1^  +  •  •  •  +  ««2;*  +  •  •  •  >  where  a„  is  infinite 
with  n  to  an  order  as  high  as  we  please.  In  other  words,  we  have  invented  the 
analytical  machinery  necessary  to  sum  any  (natural)  asymptotic  series. 

§  39.  As  an  example,  suppose  that  we  wish  to  sum  a  series  cIq  +  a^z  +  .  .  . 
+  a^z'  +  .  .  .  ,  where  a„  is  infinite  like  c'i^'^'*^}*,  where  0  <  a  <  1. 

*  This  theorem  corrects  a  mistake  in  my  paper,  '  Theory  of  the  Gamma  Function/  p.  112. 
VOL.    CXCXX.  —A.  3   L 
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With  our  previous  notation  we  take  &«  =  -  ,  and 

•^  ^  ^      „,=,  m!  (smTT^r'"        r=o^        '  „,=i  m!  Lr !  sin  tt^J  ^^o^        ^L  J 

so  that /(a?)  18  a  transcendental  integral  function. 


Then  we  have  --  \f{x)  (-  xY-"'-'  dx  =  t 

-^^  J  m=l 


-  [r(n  +  ^)P' 


_  ---  ^[r(«+W  _  1^ 


We  take  the  associated  function 

X  (z)  =  Co  +  Cie  +  .  .  .  +  c^z''  +  .  .  .  where  c,-*  =  e^^<"-*-'>i"  —  1 ; 

and  the  integral  function 

^lr(n)i« 
G  {z)  =  a^Co  +  .  .  .  +  anC^z"  +  ...  in  which  L«  a„c„  =  L^   .^n-K^y  =  0. 

Then  the  sum  of  the  series  will  be  represented  by* 

\^G{-xz)f{x)(^x)'-'dx. 


2^, 


§  40.  We  have  now,  by  means  of  the  generalised  exponential  fiinctions,  given  the 
machinery  by  which  we  may  expect  to  be  able  to  "  sum  "  a  natural  asymptotic  series 
of  any  order. 

It  may  be  proved  just  as  for  the  fimdamental  exponential  process  that  the  series 
and  the  function  derived  from  it  have  asymptotic  equality  of  the  arithmetic  type. 

Moreover,  if  we  regard  the  series  as  having  a  finite  radius  of  convergency,  on 
which  one  or  more  singularities  lie,  which  has  shrunk  indefinitely,  we,  as  it  were, 
magnify  it  again  by  means  of  the  function  F«  (x)  so  as  to  obtain  the  associated 
function 

G{u)=  i(-)-»a„cX 

whose  radius  of  convergency  is  infinite. 

The  alternative  process  consists  in  successive  magnifications  by  means  of  the 
function  e*. 

These  two  processes  will  in  general  lead  to  different  results :  in  each  case  we  shall 
obtain  functions  with  2;  =  0  as  an  essential  singularity ;  both  functions  will  have  the 

*  When  we  take  h^    =  (m  !)«,  we  have 

and,  when  n  is  large,  the  series  is,  by  a  theorem  due  to  Stokes,  infinite  like  exp.  <  —  [F  («  +  6)]^  > 

to  the  first  approximation.     We  thus  sum  any  series  for  which  On  is  of  order  exp.  {[F  (n)]''},  by  taking 
s  greater  than  r. 


Digitized  by 


Google 


MR.  E.  W.  BARNES  ON  INTEGRAL  FUNCTIONS.  443 

same  arithmetically  asymptotic  expansion.  But  the  expansion  in  all  probability  will 
not  be  valid  in  the  two  cases  along  the  same  lines  or  within  the  same  areas  tending 
to  z  =  0.  Moreover,  such  a  result  is  not  surprising.  The  original  series,  except 
from  the  point  of  view  of  the  computer,  had  no  meaning ;  it  did  not  define  an 
anaJjrtic  function  over  any  area  of  the  plane  of  the  complex  variable  and  therefore 
could  not  uniquely  represent  such  a  function.  We  have,  however,  now  given  two 
processes  (out  of  an  infinite  number)  by  which  we  may  conceive  the  series  to  define 
an  analytic  function,  and  the  functions  thus  defined  each  satisfy  all  that  the 
computer  can  demand. 

§  41.  It  will,  perhaps,  elucidate  the  theory  which  has  been  developed  if  we  give  two 
actual  examples  of  its  application. 

We  will  first  investigate  the  Maclaurin  sum  formula,  which  gives  an  asymptotic 

m-l 

value  for  S  (f>  (n)  when  m  is  large,  under  certain  restrictions  as  to  the  nature  of  the 

n=l 

function  <}>  (n). 

In  the  first  place  it  is  evident  that  such  restrictions  must  exist :  the  function  must 
either  be  uniform  or  be  limited  to  a  definite  branch  of  a  multiform  function  ;  and,  as 
z  takes  increasing  integral  values,  <f>  (z)  must  increase  uniformly. 

We  will  assume,  therefore,  that  (f>  (z)  is  an  integral  function,  which  may  be 
represented  by  a  Taylor's  series,  aQ  +  ^i^  +  *  •  •  +  <^r^''  +  .  .  . 

Then,  if  the  integral  be  taken  along  a  contour  embracing  an  axis  in  the  positive 
half  of  the  z  plane,  we  shall  have,  by  the  usual  expression  for  the  gamma  function. 

Suppose  now  that  the  series  S  a^r(l  +  '*)  ^^  has  a  fiftite  radius  of  convergence  p^^^j./.^-^   'f  0 

r=0 

Then  2  arV(l  -^  r)  [^  z)"^^^  wiU  be   the   expansion  of  a   function  convergent 

outside  a  circle  of  radius  /o"^. 

We  can  always  make  the  bulb  of  the  contour  along  which  the  fimdamental 
integral  is  taken  expand  so  as  to  entirely  include  this  circle  of  radius  /o*"S  and  the 
subsequent  integral  will  then  be  finite. 

Let  now   Z  =  --  h —  2; — ""-r-^^dz^   so   that   Z   is   a   definite    finite   quantity 

"lit  J  1  —  c     y=o  V  —  ^/ 

depending  on  the  coeflScients  in  the  expansion  of  <^  {z). 
Th.ntJ{n)  =  Z  -  -  j  -—  }^^-jt^dz. 

The  second  integral  may  be  written  in  the  form 

3  L  2 
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-^f{.+...+(-,>^f+...}e--i«-j:<--:'-c/. 

if  we  postulate  that  we  are  reversing  the  process  by  which  we  "  sum  "  an  asymptotic 
series. 

The  integral  is  equal  to  the  asymptotic  expansion 

I    S;^  J   L-«.-  I   «^r(l  +  r)  -  S^^  r-  a,r(l  +  r)        -I 

„to      «!      2,r  J^        *o  (-  ^r^-"         ~.to     « !     Lr=o  r(2  +  r  -  w)m— »J 

r=0    A  +  ^  r=0  «=2       ^  I         [  ,.=o  J 

= j>  (m)  cim  +  i<^  (m)  +£  M  i^  ^  („,). 

When  n  is  odd  S'^+o  (0)  =  0 :  the  integral  is  therefore  equal  to  the  asymptotic 
expansion 

j    ^  (7/1)  t/ni  +  U  {m)  +  ^i  ,^^^  ^-^ ,  ^— ,  <^  {m) 

We  have  finally  the  asymptotic  equality* 

jI  <l>  (n)  =  Z  +  f '" <j>  (m)  dm^y>  (m)  +  l^[^fi  j^ll  <^  (m). 

This  equality  is  valid  when  <f}  (z)  is  a  uniform  integral  function  of  z  such  that  if  it 
be  expanded  in  the  form  ao  +  ^^^  +  •  •  •  +  ^»^'^  +  •  •  •  >  the  series  X  a;.r  (1  -^  r)  z^ 
has  a  finite  or  infinite  radius  of  convergency. 


We  must  therefore  have  "X/^ a^^n  !  equal  to  a  finite  or  zero  quantity,  so  that  a^~»* 
must  increase  as  fast  as  or  faster  than  ??.  The  function  <^  {%)  must  therefore  be  a 
function  whose  **  order"  is  greater  than  or  equal  to  unity. 

00 

In  the  particular  case  when   the  series   2   a^{\  •\'  r)z^  represents  an  integral 

function,  we  may  conveniently  express  Z  in  terms  of  the  Riemann  ^  functions  of 
negative  integral  argument. 

♦  In  a  subsequent  paper  I  shall  show  that  it  is  better  to  wiitc  this  formula  in  the  form 
in  order  to  exhibit  its  analogy  to  more  general  extensions. 
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For  in  this  case  the  bulb  of  the  contour  integral  which  expresses  Z  may  be  taken 
so  small  as  not  to  include  the  poles  of r ,  and  we  shall  therefore  have 

-TT  ,.=0  J^  —   J-  >-=0  (=0  Zl  -r   '^ 

This  series  is  evidently  convergent  if  (f>  (z)  is  an  integral  function  whose  order  is 
greater  than  or  equal  to  2,  a  condition  which  is  equivalent  to  the  convergency  for  all 
values  of  1 2:  |  of  the  series 

It  is  evident  that  the  Maclaurin  sum  formula  will  hold  good  in  many  cases  in 

which  (ff  (z)  is  not  a  uniform  function.  If  it  be  a  function  like  z'*  or  z^  ,  or  either  of 
these  functions  multiplied  by  an  integral  function  of  order  greater  than  unity,  the 
Maclaurin  formula  will  be  valid  if  we  suitably  specify  the  branch  of  the  function 
considered.  Instead  of  attempting  to  tabulate  such  cases,  it  is  perhaps  better  that 
we  should  go  back  to  the  genesis  of  the  formulae  when  they  actually  arise.  Applica- 
tions of  the  formulae  which  will  be  made  subsequently  in  this  memoir  will  usually  be 
to  cases  in  which  (f>  {z)  has  very  simple  values ;  and  all  general  formulae  will  be 
tacitly  supposed  subordinate  to  what  we  may  call  the  Maclaurin  restrictions. 

§  42.  As  a  second  example  of  the  theory  of  asymptotic  series  we  propose  to  try 
and  find  the  function  of  which  the  series 


is  the  asymptotic  expansion  near  the  essential  singularity  x=  co . 
We  know  that,  if  n  be  a  positive  integer, 

f* 

r{n)  =      e-U'^'^dt 

•'0 

where  the  line  integral  is  taken  along  any  straight  line  L  from  the  origin  to  infinity 
which  lies  in  the  half  of  the  z  plane  to  the  right  hand  side  of  the  imaginary  axis. 
Therefore  the  given  expansion  asymptotically  represents  the  function 


C<I')t«(t)«-'* 


00 
where  G  {u)  is  the  function  which  is  represented  by  the  series  ^  u",  and  the  integral 


is  taken  alone:  the  straiiifht  line  L. 
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The  given  series  is  therefore  the  asymptotic  expansion  of  the  fiinction 


X 


Suppose  first  that  the  real  part  of  x  is  positive ;  then,  putting  t  =  xz  we  have 

Jo 


the  integral  being  taken  along  a  line  along  which  Jfit  (2)  is  positive,  that  is,  along 
which  JEt  (1  —  2)  is  negative.  [These  two  conditions  only  differ  when  we  consider  a 
line  practically  parallel  to  the  imaginary  axis  and  therefore  initially  excluded.] 

-—  dy,  the  integral  being  taken  along 

a  line  along  which  R  (y)  is  positive ;  and  therefore 

/w=-f:^r (•). 

.  the  integral  l)eing  taken  along  a  line  still  in  the  positive  half  of  the  z  plane.     Thus 
f{x)  =  —        dz  —        — ,  where  we  take  [cj  to  be  very  small. 

Hence,  if  y  be  Euler's  constant,* 

r«    e"'  —  1 
f[x)  =  log  €  +  y  —        dz  —  log  €  +  log  ( —  flj)  +  terms  which  vanish  with  |  c  | . 

J  —J-      * 

Finally,  on  making  |  e  |  =0, 

/(^)  =  r  +  log  (—  «)  +  f  ^-^  dz. 

It  will  be  noticed  that  the  integral  (1)  obtained  for  f{x)  has  a  pole  along  the  line 
of  integration  so  that  it  has  an  infinite  number  of  values,  all  differing  by  27rt,  which 
are  implicitly  involved  in  the  logarithmic  term. 

We  see  then  that,  when  the  real  part  of  x  is  positive,  the  given  series  is  the 

asymptotic  expansion  of  the  fiinction  y  +  log  (—  a)  +  2 .  • 

Take  next  the  case  when  the  real  part  of  x  is  negative.     As  in  the  first  case,  the 

series  in  the  asymptotic  expansion  of dz,  the  integral  being  taken  along  a  line 

for  which  Ifit  (z)  is  negative. 
Thus  it  is  the  expansion  of 

—  dy  along  a  line  for  which  Ifit  (y)  is  negative 
— 1  if 

along  a  line  for  which  Ifit  (2;)  is  positive. 


=-rj 


z 
*  See  the  author's  paper,  *  Messenger  of  Mathematics,'  vol.  29,  pp.  98  and  99. 
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On  pursuing  the  same  course  as  before  we  find  that  the  given  series  is  the 
asymptotic  expansion  of  the  function 

r  +  log(-a:)  +  |^^^ci^. 

But  there  is  the  important  difference  that  now  the  integral  which  has  led  to  this 
result  has  no  pole  along  the  line  of  integration.  And  log  (—  x),  instead  of  being 
allowed  to  take  any  one  of  an  infinite  number  of  values,  has  such  a  value  that 
log  (—  x)  is  real  when  x  is  real  and  negative,  and  has  for  complex  values  of  x  whose 

real  part  is  negative  an  amplitude  which  lies  between  Jb  ~y  ' 

We  see  then  that  the  process  employed  has  led,  when  Ifit  {x)  is  positive  to  an 
infinite  number  of  fiinctions,  all  of  which  have  the  same  asymptotic  expansion ;  and, 
when  Ifit  {x)  is  negative,  to  but  one  such  ftmction. 

Evidently  when  we  seek  an  asymptotic  expansion  for  the  function  * 

we  may  say  that  we  get,  when  Ifit  {x)  is  positive, 

/(.)=[i+=^+...+f+...] 

for  terms  like  ^{y  +  log  (—  re)  +  2mirt}e"^  are  negligible  compared  with  the  least 
term  of  the  asymptotic  series  ;  but  when  Ifit  {x)  is  negative,  we  get 

f{x)  =  e-'x{-  log{-  x)  -  y}  +  1  +  -^^-  +  .  .  .  +  ^  +  .  .  . 

in  which  successive  terms  are  of  decreasing  order  of  magnitude. 

The  zeros  of  the  function /(a;)  near  the  essential  singularity  x  =  oo  ,  are  ultimately 
along  the  imaginary  axis. 

We  thus  have  an  illustration  of  two  important  propositions  : — 

(1.)  A  uniform  integral  function  may  admit  of  asymptotic  expansions  of  difierent 

form  in  different  areas  with  their  vertices  at  its  essential  singularity. 
(2.)  These  portions  of  the  plane  are  separated  by  lines  of  zeros  of  the  function. 

§  43.  Inasmuch  as  in  Parts  III.  and  IV.  of  this  paper  we  proceed  to  actually 
obtain  asymptotic  expansions  satisfying  these  laws  for  all  the  most  simple  types  of 

*  I  was  asked  to  investigate  this  function  by  Mr.  G.  W.  Walker,  Fellow  of  Trinity  College,  who 
desired  to  compute  it  in  certain  physical  researches.     Originally  I  obtained  the  expansion  by  considering 

the  differential  equation  x^  y  +  y  =  a?,  in  a  way  bearing  great  resemblance  to  that  employed  by  Horn, 

*  Crelle,'  vol.  120,  pp.  17  and  18. 
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integral  functions,  we  now  proceed  to  sketch  the  process  which  will  be  adopted,  and, 
in  the  course  of  our  outline,  to  prove  at  once  the  validity  of  that  process  and  the 
laws  which  govern  its  results. 

Suppose,  in  the  first  place,  that  we  have  the  absolutely  convergent  expansion 
F  (z)  =  Qq  +  «i2^  +  •  •  •  +  «*2:'  +  ...  in  which  the  coefficients  are  functions  of  a 
variable  t,  asymptotically  given  for  large  values  of  |  ^  |  by  expansions  of  the  type 

an  =  -;-^  +  -^^  +  —-^  +  •  •  •  where  the  quantities  h,,^,  h,,^, . .  .  are  constants  and  rig, «!,... 

are  numbers  arranged  in  ascending  orders  of  magnitude  and  tending  to  +  °°  as  a 
limit,  the  first  numbers  of  the  series  being  possibly  negative. 

Suppose   that   we   substitute    these    asymptotic   values   of    the   coefficients   and 

rearrange  the  expression  for  F  (z)  in  powers  of  -  • 

We  shall  obtain,  when  j  t  \  is  large,  an  asymptotic  equality 

F  (z)  =  ^l  [^00  +  ^0^  +  .  .  .  +  K,^''  +...]  +  ^!.  [&01  +  ^r  +  .  .  .  +  />.r^'-  +  .  .  .] 
+  .  .  .  +  ^i  [b,^  +  ^1^  +  .  .  .  +  K.Z''  +  .  .  .  J  4-  .  .  . 

This  expansion  will  be  arithmetically  asymptotic  :  the  computer  would  use  it  to 
calculate  F  (z)  for  given  values  of  z  and  t  when  \t\  is  large. 

Tlie  series  which  enter  as  coefficients  will  be,  in  all  probability,  divergent ;  but,  as 
we  are  looking  at  the  whole  matter  from  the  point  of  view  of  the  computer,  we  are 
at  liberty  to  **  sum  "  them  by  the  methods  which  have  been  developed  in  the  present 
part  of  this  memoir. 

If,  as  w411  be  the  case  in  the  applications  which  we  subse(iuently  make  of  this 
theory,  these  series  have  a  finite  radius  of  convergence,  we  can  "  sum  "  them  each  to 
a  definite,  possibly  non-uniform,  analytic  function ;  and  we  shall  have  an  expansion 

«    f  ( y\ 

F  (2:)  =  S    ^^u'y  which  will  satisfy  Poincar^^s  definition  of  arithmetically  asymptotic 

dependence.  We  shall  thus  have  obtained  a  unique  asymptotic  expansion  for  the 
function  F  (2).     The  case  in  which  the  series  of  the  type 

h^  4-  h^,z  +  .  .  .  +  6,,/.-  +  .  .  . 

have  zero  radius  of  convergence  does  not  arise.  In  such  a  case  we  should  be  able  to 
obtain  an  infinite  number  of  functions,  of  which  these  series  are  the  asymptotic 
expansions,  and  we  should  have  the  absurdity  that  the  asymptotic  expansion  of  F  (2) 

in  ascending  powers  of  -  is  not  unique. 

§  44.  A  function  cannot,  as  has  already  been  stated,  be  represented  by  the  same 
asymptotic  ex})ansion  for  all  values  of  z  in  the  neighbourhood  of  2;  =  00 ,  unless  the 
function  is  an  integral  function  of  z^^y  and  the  series  absolutely  convergent. 
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For  unless  J  (z)  and  the  series  a^  +    ^  +  .  .  .  +  ^,^  +  •  •  •  have  such  a  character,  it 

is  impossible  that  L^  2"    J  (z)  —  ao  —  —  —  .  .  .  —  ;^    should,  as  z  approaches  infinity, 

always  tend  uniformly  to  zero,  whatever  be  the  argument  of  z. 

But,  as  we  proceed  to  show,  a  uniform  function  of  finite  "  genre,"  with  an  essential 
singularity  at  infinity  can,  in  general,  be  represented  by  one  or  more  asymptotic 
expansions  valid  for  all  points  near  infinity  except  those  in  the  immediate  vicinity  of 
the  zeros  and  poles  of  the  function. 

Two  different  asymptotic  expansions  cannot  exist  within  the  same  region,  and  the 
regions  are  separated  by  the  lines  or  areas  of  zeros  or  poles  of  the  function.  The 
theorem  is  ti-ue  whether  the  function  be  a  quotient  of  repeated  or  non- repeated 
integral  functions,  with  zeros  of  simple  or  multiple  sequence. 

We  need  only  consider  the  case  of  integral  functions — the  general  theorem  will 
follow,  since  every  fiinction  of  the  type  just 
mentioned  can  be  represented  as  a  quotient 
of  two  integral  functions  of  finite  genre. 

The  zeros  of  the  function  must  proceed 
according  to  fixed  laws,  and  therefore,  in  our 
diagram  of  the  region  near  infinity,  they  will 
mass  themselves  infinitely  close  together  as 
we  approach  infinity  itself.  They  will 
therefore  form  certain  lines  (not  necessarily 
straight)  or  areas  of  ultimate  singularity. 
If  the  areas  entirely  surround  z  =  00  there 
will  be  no  asymptotic  expansion  possible. 
We  thus  assume  that  there  exists  an  area 
such  as  00  AB,  non-shaded  in  the  figure, 
within  which,  if  the  radius  00  A  is  suflSciently  small,  there  are  no  zeros  of/  (z). 

Suppose  first,  that  the  zeros  of  the  fiinction  form  a  single  simple  sequence,  and  are 
non-repeated ;  then  it  may  be  written 


F  (z)  =  6«<^>  n  ,  f  1  -  -  ') e«=^ ^^"->' 

n=l       \  (l^  1 


—    gH(.) 


^  {^\  (say), 


where  p  is  the  *'  genre  "  (independent  of  n),  and  H  (z)  is  a  holomorphic  function. 

Suppose  that  2  lies  between  circles  of  radii  |a„|  and  |a«+i|  where  n  is  very  large, 
then  those  terms  of  the  product  ^  (z)  for  which  \z\<a^^^  may  be  written,  as  in  the 
proof  of  Weierstrass'  fundamental  theorem, 


pPi  (2) 


where  Pi  (2)  is  a  fimction  represented  by  a  series  of  positive  powers  of  z.     For  those 
VOL.  cxcix. — A.  3  m 
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terms  which  correspond  to  the  first  n  zeros,  we  can  expand  log  (1 1  in  the  form 

log  z  -  log  (-  a,)  -  '^-  -  i  ^yj   -  .  .  . 

We  thus  obtain  F  (z)  =  e"<=^<^(2)  =  e^^=>,  where,  when  |a^|  <  j^j  <  \a„^^\,  P(2)  is 
an  absolutely  convergent  double  series  of  positive  and  negative  powers  of  z,  together 
with  logarithmic  terms. 

Now,  unless  z  be  in  the  immediate  vicinity  of  the  zeros  of  the  function,  this 
expression,  considered  from  the  point  of  view  of  divergent  summable  series,  will  be 

valid  for  all  values  of  \z\.    For,  when  [ ^ |  >  a«,  the  expression  of  log  (1 j  in  the 

form 


-[i;  +  --+l7+--] 


still  exists  as  a  divergent  summable  series  outside  the  circle  of  radius  |  a„  |  for  all  points 
except  those  near  a„.  Therefore  the  form  of  P  (z)  exists  continuously  as  |2;|  increases, 
provided  we  do  not  cross  the  line  of,  or  come  within  the  immediate  vicinity  of,  the 
zeros  of  the  function.  And  thus,  if  we  treat  the  series  entering  into  the  expression 
of  P  (z)  as  series  which  are  summable  though  divergent,  the  expansion  ivill  he 
independent  of  n. 

Now  the  expansion  may  be  written 


where  <f>r  (m)    is  a   function   of  r/i  which    depends  also   on   r.     Expand    S   <f>r  (w) 

asymptotically  in  a  series  of  successive  differentials  of  (f>r  (n)  by  the  Maclaurin  sum 
formula,  and  rearrange  the  series. 
We  shall  get 

(A)  a  certain  series  of  positive  and  negative  powers  of  z,  each  multiplying  terms 
like      (f>r  (m)  dm ;  and 

(B)  an  expansion  consisting  of  a  finite  number  of  positive  and  an  infinite  number 

of  negative  powers  of  z,  each  associated  with  a  constant  arising  from  a 
corresponding  Maclaurin  expansion. 

The  other  terms  depend  upon  n  and  vanish  identically  ;  the  coefficient  of  each 
Bernouillian  number  is  zero. 

When  we  apply  the  processes  of  divergent  summation  which  have  been  previously 
developed,  the  series  which  forms  the  group  (A)  of  terms  will  reduce  to  a  definite 
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(possibly  non-uniform)  function    xfi  (z)   (siiy).     The  remaining   (B)   terms   form   the 
summable  divergent  series 

[There  will  only  be  a  finite  number  of  positive  powers  of  z  since  the  genre  of  the 
function  is  finite.] 
We  have  then 

«        A, 

F  (z)  =  e        *--/»  " 
In  other  words 

admits  the  asymptotic  expansion    2    ^-  valid  for  all  points  but  those  in  the  vicinity 

of  the  zeros  of  F  (z). 

§  45.  The  process  just  sketched  will  become  much  more  clear  when  it  is  applied  to 
various  particular  cases  as  in  the  following  pages.  The  proof  may,  by  mere  verbal 
alterations,  be  extended  so  as  to  include  functions  of  simple  sequence  with  repeated 
zeros. 

A  ftinction  with  a  finite  number  of  simple  sequences  of  zeros  can  be  expressed  as  a 
product  of  functions,  each  with  a  single  simple  sequence.  The  logarithm  of  each  of 
these  functions  will  admit  an  asymptotic  expansion,  and  the  sum  of  such  expansions 
will  be  the  asymptotic  expansion  for  the  logarithm  of  the  function.  But  terms  of  the 
category  \ff  (z)  may  be  of  different  weight  in  different  regions,  separated  by  bands  of 
zeros,  and  thus  the  asymptotic  expansions  may  differ  in  such  regions,  as  has  previously 
been  seen  in  the  case  of  the  integral  function 

r=i  r.rl 

§  46.  The  general  theorem  which  has  just  been  given  may  be  proved  pai^i  pcuisu  for 
integral  or  meromorphic  functions  with  multiple  sequence.  We  refrain  from  formal 
proof,  as  the  consideration  of  such  functions  is  omitted  from  the  subsequent  develop- 
ment of  this  paper. 

Neither  do  I  make  any  attempt  to  consider  functions  of  infinite  order,  or  expansions 
near  isolated  essential  singularities  of  uniform  functions.  The  difficulties  which  arise 
are  all  subordinate  to  the  main  necessity  of  limiting  the  type  of  function  under  con- 
sideration ;  it  seems  doubtful  whether  it  is  possible  to  give  any  general  theorem 
concerning  integral  functions  and  their  behaviour  near  infinity,  which  will  apply  to 
every  function  which  can  be  constructed.  For  exceptional  classes  must  always  be 
infinite  in  number  compared  with  those  which  can  be  formally  defined. 

3  M  2 
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Part  IIL 
The  Asymptotic  Expansion  of  Simple  Integral  Functions. 

§  47.  We  now  proceed  to  consider  in  detail  simple  integral  functions.  After  the 
discussion  given  in  Part  I.,  we  may  confine  ourselves  to  functions  with  a  single 
sequence  of  zeros. 

We  shall  find  that  such  functions  divide  themselves  naturally  into  three  groups : — 

(1)  Functions  whose  order  is  less  than  unity, 

(2)  Functions  of  non-integral  order  greater  than  unity, 

(3)  Functions  of  integral  order  greater  than  unity. 

In  connection  with  each  group  of  functions  with  algebraic  sequence  of  zeros  we 
first  consider  a  standard  type  with  which  all  functions  of  the  group  may  be 
compared. 

These  standard  functions  are 


V^{z)  =   n  fl  +  ;pl,  where  p  >  1. 


Qp  (2;)  =  n  ( 1  -f  -j^  j  e  ,J'p  +  •  +  ^^^pi  ,  where  p  is  >  1  and  not  integi^al,  and  p 
is  an  integer  such  that  p  +  \  >  p>  p. 

Rp  (2)  =  n     ( 1  +    11  p)  «~  "^  **  +  •  •  •  +  ~7^     ,  where  p  is  an  integer  ^  1. 

71=1  L\  ^^    /  J 

For  the  logarithms  of  each  of  these  functions  we  obtain  in  turn  the  complete 
asymptotic  expansion  near  2;  =  00 .  We  then  show  how  all  functions  of  the  same 
order  with  algebraic  sequence  of  zeros  yield  by  the  same  method  similar  asymptotic 
expansions.  And  we  indicate  how  it  is  possible  to  apply  the  same  methods  to  wide 
classes  of  simple  functions  with  a  transcendental  sequence  of  zeros. 

§  48.  The  constants  which  enter  into  the  analysis  arise  from  the  Maclaurin  sum 
formula  (§  4l),  which  may  for  our  present  purpose  be  written 

.s-  being  any  integer,  positive  or  negative. 

What  we  have  called  the  Maclauri^  restrictions  for  the  function  (f>  (z)  are  always 
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supposed  to  apply.     We  shall  call  y,  the  Maclaurin  integral-limit  for  <^'(w).     We 
shall  also  put  F,  =  —  I  ^'  (n)  dn,  and  call  F,  the  s^^  Maclaurin  constant  for  ^  (n). 
When  5  =  0,  we  have  the  formula 

S^log<^(n)  =  \jog<l>{n)dn  -  ilog<^(m).  .  .  +  i-Y ^^,^\y_£u-,iH^i^)  •  •  •  . 

where  y©  ^^  *^^  Maclaurin  integral-limit  for  log  <f>  (ri). 

We  put  log  Fq  =1   log  ^  (n)  dn,  and  call  Fq  the  absolute  Maclaurin  constant  for 

When  5  is  a  positive  integer  and  lA  [<^"'(n)]  =  0,  it  is  evident  that  y_,  =  —  oo 

n=ao 

and  F^  =  0. 

§  49.    In   the   particular   case   when   <^  {n)  =  n^,   p   being   real   or   complex,  the 
Maclaurin  constants  are  particular  cases  of  Riemann's  t,  function. 

For,  for  all  values  of  5, 

X 1.  =  ns\jL. ^- -1-  _  V  /-  ^\ (~r«' 

„ti  n'         ^  ^  ^  ^  (1  -  5)m-i        2m'        tZi\  2t  )  {s -\-  2 1  -  l)m'+2'-i ' 
i  (.s)  +     -^  —  log  m     =  y. 

m=ao 

We  have  also  the  special  values 

]^(s)  =      J     B,+i,  when  s  is  an  even  positive  integer, 

^  (5)  =  0,  when  s  is  an  even  negative  integer, 

^[s)  =     -  — ;^ ,  when  s  is  a  negative  odd  integer  equal  to  —  (2^  +  !)• 

We  write,  when  s  is  any  quantity  real  or  complex,  ^(—  5)  =  F{s),  unless  5=1, 
in  which  case  we  put  y  =  F  (5). 

Simple  Integral  Functions  of  Finite  Order  Less  than  Unity. 

§  50.    Before   we  proceed   to   consider    the    general    theory   of   the   asymptotic 
expansion  of  functions   typified   by   Pp  {z)  =  fl     1  +    -    ,   where   p  >  1,   we   will 

n=l  [.  ^  J 
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consider    the    function    F  (2;)  =   n     1  +  ^^   ,    which    is    known    to    be    equal    to 

We  have  log F (;s)  =  "2  log(l  +  ^ )  +  i  logfl  +~),  and,  ii  m>  \z\'^m  —  I, 
we  obtain  on  expanding  the  logarithms 

logF(2)  =  (m-l)log2-2  t  lognH-  t  \  ^   _...+L^_.  +    _ 

If  now  we  employ  the  arithmetic  asymptotic  approximations  given  by  the 
Maclaurin  sum  formula  for  log  {(w  —  1)!},  S  ~,  and  2  n^,  we  obtain,  in  the  limit 
when  ^  is  infinite,  ^"'     ;     .^   '    .'     *,>    '     - 

logF(^)==(m-l)logz-2[(m-i)logm-m  +  logy2;r+i-;r^^f^i] 
^,f,     ««•      [2s+l         2    ^,=1       2rl       dm''        J 

+  J  (jiTl^l L_ L  _  i  (:ir?B.^_.„,-^l . 

^,r,       «        l(2«-l)m2'-i       2m^      rti      2r !      dmS-"  J 

or  log  F  (z)  =  (m  —  1)  log  z  —  (2m  —  1)  log  m  +  2m  —  log  2w 

^,tl  ^        ^         \s(2s  +   1)2*  ^  S(2S  -  1)W^-1J    ^.r,     2s       [   Z*  7tt2'J 

+,!,  (2r)!  1    ^^^^^+.r.'~^i^s^       .!, — r~*irs''"  j 

where  we  have  re-arranged  the  terms  of  our  double  series  in  accordance  with  §  43. 
Now  by  the  theory  of  summable  divergent  series 

*  (-y  [m^         2*  1  ,       m* 

and  -2i'^.?J+S'l-r/;,m-  =  0. 

Hence  we  have,  when  m  is  large,  the  approximation,  asymptotic  with  regard  to  m, 

log  F  (2)  =  m  log  -^  +  2m  —  log  {2irz^) 
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or  log  F(2)  =  -  log  2,rz»  +  2m  |l  +  j_^^^^]  ' 

Suppose  now  that  1 2 1  is  large,  and  that 

m^  =  ze'^  where  0  =  arg  z. 

[This  assumes  that   \z\  is  a  large  integer,  a  restriction  which,  as  will  he  seen  later, 
can  easily  be  removed.] 

Then,  when  1 2;  |  is  large,  we  have  asymptotically 

log  F  (z)  =  -  log  2iTZ^  +  ^*e-2  ^  +  f  ^^7^'^''']  • 

The  sum  of  the  Fourier's  series  inside  the  square  bracket  is,  when  ^  n  <,  0  <,  n, 

equal  to  ire  2  . 

Therefore,  when  1 2;  |  is  large,  we  have  asymptotically 

log  F  (2)  =  —  log  2ir2;*  +  nzK 

§  51.  In  the  preceding  investigation  we  have  assumed  that  the  Maclaurin  sum 
formula  expresses  asymptotically   the   values,    when  m   is  large,  of  the   functions 

log  (m  !)     and      S  n^  (s  positive  or  negative). 

n  =  I 

Accurately  we  have  of  course 
log m-1  \={m- i)  log  m-m+  lo jr  v/2^+  -^ -  j^  ^aTTITl  U^S  ('"  + '!/)  -  ^^g  ('^  -  ^y)J  ; 

,ii  '^^'  "^  2rTl  "^  T  "^    t  lo  ^'^  n"*  "•"  '^^''  ""  ^^^  ""  '^n  '  ^^®^  "^  ^  positive  ; 
and 

positive. 

Hence,  in  the  limit  when  k  is  infinite, 

log  F  (.)  =  - 1,^  (2«t)  +  2".  { 1  +  £,  ;<g^)} 
This  formula  is  accurate  and  holds  whatever  positive  integral  value  m  may  have. 
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Unfortunately  we  may  not  say  that  the  sum  of  an  infinite  series  of  integrals  is 
equal  to  the  integral  whose  subject  of  integration  is  the  function  to  which  the  series 
of  subjects  of  integration  can  be  "  summed."  The  two  integrals  last  written  down 
can  then  only  be  evaluated  by  reducing  them  to  an  exceeding  complicated  extension 
of  the  type  known  as  Dirichlet's  integrals.     The  analysis  is  utterly  intractable. 

If  we  make  m^  =  ze~^,  and  expand  the  subjects  of  integration  in  powers  of  z,  then 
we  can  say  that  the  last  two  terms  will  not  contribute  terms  whose  order  of 
magnitude  when  z  is  large  is  comparable  with  that  of  any  positive  or  negative  power 

of  2.     And,  as  we  know,  the  sum  of  these  two  terms  is  equal  to  log  (1  —  e*"*"  j. 
The  formula  log  F  (2;)  =  77^*  —  log  (2772;*)  is  thus  asymptotic  exactly  as  the  Maclaurin 

TO-l 

series  for  m !  and   2   n^,  from  which  it  is  derived,  are  asymptotic.     That  is,  for  large 

n=l 

values  of  \z\,  the  expression  zt"  {log F  (z)  —  tts;*  +  log 2Trz^]  for  all  values  of  n  tends 
to  zero  as  1 2;  I  tends  to  infinity.  There  is,  in  fact,  PoiNCARii's  arithmetic  asymptotic 
dependence.     ' 

The  preceding  example  will  serve  to  show  the  nature  of  the  asymptotic  expansions 
which  we  can  now  proceed  to  obtain. 

§  52.  We  consider  first  the  function  P^  (2;)  =   11     1  +  ;^   ,  where  /)  >  1. 

We  have 

log  P^  (2:)  =  {m  —  1)  log  2;  —  p  2  log?i 

+:?;[r---+*---p^+-] 

S    1 


Therefore,  if  we  substitute  the  approximations  for  log  m  —  1 !,  2  -p, ,  and  2  w'*'  given 

by    the    Maclaurin    sum    formula,    we   shall   obtain    the    expansion,    arithmetically 
asymptotic  with  regard  to  m, 

log P,  W  =  (m  -  1) log!  -  (.  [(».  - i) log m-m+  log ^^n  +  I^  3,.  v^l^^,] 

.=1      sz"      [ps+1  2  ,^i  ps  —  2r  +  1  \2rJ  *        ^^  ^J 
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or,  log  Pp(2)  —  {m—  l)log2  —  p{m  —  ^)logw .+  pm  —  plog  \/2ir 

,  I  (-r'^r  j    -p     ,  I,  _tzy-l-  (p'\ ^\ 

"^  „,     OT«'-»      I2r .  2r  -  1  ■'"  ^f-t  ps  -  2r  +  1  \2r)  s^  J  " 

This  expansion  is  arithnaetically  asymptotic  with  regard  to  m,  and  the  coefficients  of 
various  powers  of  —  are  ultimately  to  be  suounable  divergent  series. 

Let  now  r  =  \z\  be  large,  and  such  that  »v  lies  between  m  and  m  —  1.     Then  the 
modulus  of  —  is  a  quantity  which  is  veiy  nearly  equal  to  unity.     We  proceed  to 

"  sum  "  the  series  2'     [~^'\. .  —  ,      S'  ^7^  ^ ,  and 


1     eP'-' 


2rl  dm! 


S  {-.%«+_£  tr-q. 


/» 


Write  t  =  log  —  ,  then  the  first  series  becomes 


r 


Thus 


/(0  =  _£(-r{l-;;rTT}^"-"' 


and  o  ^iS  =   r  t£>  ^«-« 


So  that 


p  "•> —  =   z 

/(«)  _  -p_g_  +   2_^ _ 


If  now  we  "  sum  "  the  last  series  we  obtain 

/(«)  =  —  p  ^  +  «  -  t^ ;  and  therefore 

y  (<)  =  Ae  ^  +  f  —  i^  —  /),  where  A  is  independent  of  t. 
When  <  =  0,  f{t)  =   S'      ^r^"\,  e--^. 

Hence  /(0)=   2'  ^^=^e-''*+p  2'  -^"^^  «-*•. 

VOL.    CXCIX. — A.  3   N 
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Now,   by   the   usual  theory   of  Fourier's    series,    p  -f   2'  -^^ — ~  er*^  = e^ , 

'="*  «  +  -  sin - 


provided  —  tt  <  ^  <  tt. 


/>  P 


Therefore  /(O)  =  -  i^  -  />  H ^  e^ , 

sin 

so  that  f[t)  =  —^ep   p  +  '  —  ^^  —  p- 

sin  — 
P 

Hence  S'     .  -  Tix  :7  =    ^-  —  +  W p. 

,=_,.6rp5+  1)   ^        sin!:^  ^ 

The  second  series   S'  -^   .     -  is  at  once  seen  to  be  equal  to  —  |^  log  —  . 

And,  since  the  term  by  term  differential  of  a  summable  divergent  series  is  equal 
to  the  differential  of  its  sum,  the  third  series  vanishes  identically  for  all  positive 
integral  values  of  r. 

Thus,  when  [zl'^lies  between  m  and  m  —  1,  or  possibly  is  equal  to  the  latter 
quantity,  we  have  the  asymptotic  expansion,  while  —  tt  <  arg  z  <  tt, 

log  Pp  (2;)  =  (m  —  1)  log  z  -^  p{m  —  ^)  log  m  -f  pm  —  p  log  \/27r 

+  — -2'^  +  mlog-^   -pm-|log  — +  2  ^ p-^J 

sin  *  ^ 

P 

\ogV,{z)  =  ^zl^p]og^/2^^ilogz+  t  ^-^J^-^^ 

sin—  *~^ 

P 

Thus,  when  |  z  |  has  any  large  value,  and  --  n  <  arg  2;  <  ir,  we  have  the  arithmetically 
asymptotic  expansion 


«r        "^1  p       _^*p+*  (ill. 

n   j  1  +  ~  I  =  (27r)"-2  2-4  e«»»'/p"       *=i    *.^ 


§  53.  The  approximation  represents  an  arithmetic  not  a  functional  equality.  It 
does  not  vary  with  the  argument  of  z,  and  it  exists  everywhere  in  the  neighbourhood 
of  infinity  except  at  points  on  or  near  the  line  of  zeros  of  the  fimction.  Not  only 
so,  but  at  points  on  the  line  of  zeros  of  Pp  (2;)  which  are  not  in  the  immediate  vicinity 
of  one  of  its  zeros,  both  the  function  and  the  asymptotic  series  have  arithmetic 
continuity,  and  therefore  the  equality  will  hold  at  such  points.  These  results  accord 
with  the  general  theory  developed  in  Part  II. 
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p 
The  series  for  log      ^A_Z — ^^ — I can  be  ''  summed  "  by  the  methods  of  Part  11. 

The  function  just  written  tends  to  zero  near  its  essential  singularity  2;  =  oo  ,  and  the 
same  will  be  true  of  the  function  which  we  get  by  any  process  of  summation.  But, 
in  general,  the  function  derived  from 

will  not  be  equal  to  the  function  from  which  the  series  has  been  obtained. 

Since  F  (ps)  =  £  {—ps),  the  series  is  equal  to  S  z'-'r{l  +  sp)  \- ~  dx, 

t=i       s  Lit  J    6'  —  1 

the  integral  being  taken  round  the  fiindamental  contour  of  §  24. 

The  series  is  thus  equal  to  r^   G  (afz)  — ,  where  G  (2:)  =  S  r  (ps)  z\ 

The  series  for  G(2;)  is  divergent  and  of  order  p.     The  integral  is  interesting  in  that, 
in  place  of  e"',  we  have  used  (e'  —  1)"^  as  our  auxiliary  of  summation, 

§  54.  We  now  pass  on  to  consider  the  most  general  simple  integral  function  with  a  />  ' 

single  sequence  of  non-repeated  zeros,  whose  order  is  any  number  (zero  included)  less         ' 

than  unity.  ^ ^^   '^   ^ ,!'l  \ 

The  function  may  be  written  F  (z)  =  n    1  +  — -  ,  where   2  t-t-t  tt  is  absolutely  | 

convergent.  The  n*^  zero,  —  ^  (n),  is  a  definite  function  of  n  and  any  finite  number  of 
given  constant  quantities.  I 

Suppose  that  if  r  =  <^  (n),  then  inversely  n  =  \jf  (r).  -  ^         '  | 

Let  1 2;  I  =  R  and  suppose  that  m  is  a  large  integer  such  that  ?n  —  1  <  i|r  (R)  ^  m. 

ThenlogF(2)=  t  log  (l  +  vf^,)  ==  "s  logfl  + -fr)  +   2  logfl  +  -77-A 

80  that  if  we  expand  the  logarithms  in  convergent  series  we  shall  get 

m-l 

log  F  {z)  =  (m  —  1)  log  25  —  t  log  <^  (n) 

n  =1 

Now,  by  the  Maclaurin  sum  formula,  if  s  be  positive, 

'"!>'W=l>w*'-w-('»)+||£*-w...+(-)'J^,^*'(-")+- 

where  y,  is  a  constant  quantity,  depending  on  5  and  the  form  of  <f>  (n),  which  we  have 
proposed  to  call  the  Maclaurin  integral  limit  for  <^'  (n). 

3  N  2 
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If  «  be  negative,  we  have 

-£f  (n)  =  ['j'{n)dn-W{n)  +  •  •  •  +  (-V^^^^*^' W  +  •  •  - 

where  ^,=  00,  there  being  no  term  independent  of  m  on  the  right-hand  side. 
And 

2  log ,^(n)  =  |^  log <^(n)c/«-Jlog,AH -...  +  (-)' 2, +%i£^l«g<^(»^)+-- 
Hence,  in  tlie  limit  when  i'  =  oo , 

log  <f>  (n)  dn 

-i{-log<A(m)+l[<^^'(-)  +  l^J} 

+  .!o  ir+ F!  d^-i  I  -  log  <^  (»»)  + .?,    -^     - .?,  ,^.(^)  )• 

Now,  when  the  limiting   values  for  k  =  co    of  the   summable   divergent   series 
are  taken, 

i,[<-^'*-w+l;;g]-i"g*w 

=  log  (1  +  ^^f)  _  log  (1  +  ^j  _  log  *  (m)  =  -  log  z. 

Hence,  asymptotically, 
logFW  =  {™-i)log.-jjog*(n)d„+|_(-y-[f;*--^-f;__;^] 

=  (m-i)logz-[nlog*(,OI:  +  (^n^> 

.!.<-){i:^*9^''*«+f:..;=%^<»)] 

=  -  i  log  2  +  [n  log  <i>  {n)1  +  2  ^-^[<f>'{n)  n],. 
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Now,  where  \f/  (t)  is  a  given  form,  and  such  that  we  can  integrate  expressions  like 
\jf  (t)  f'""^  dt  {s  positive  or  negative,  but  integral)  we  need  only  carry  out  this  process 
and  "  sum "  the  ensuing  series  of  positive  and  negative  powers  of  z  to  obtain  the 
dominant  term  of  the  asymptotic  expansion  of  log  F  (z).  If,  however,  ^  (t)  is  not 
thus  formally  given,  we  have  to  face  the  difficulty  that  the  lower  limits  of  the 
definite  integrals  are  different  quantities.  The  lower  limits,  however,  corresponding 
to  negative  values  of  5,  are  such  as  to  give  rise  to  zero  terms.     If,  then,  we  consider 

f*  ("0  dt 

^  (0  '*  T>  ^^^  t^^^  ^^^  *^^*  ^^  ^^y  trans- 
formation of  these  we  do  not  introduce  arbitrary  additive  constants,  we  may  take 
the  asymptotic  expansion  in  the  form 

log  F  (2)  =  -  J^  log  2  +  plog  <^  (n)  dn  -  2  --"^  {"<f>'{n)  dn 

§  55.  It  is  the  integral 

which  gives  rise  to  the  dominant  term  of  the  asymptotic  expansion  of  log  F  (2:). 

'  (0  (It 





t 


w-m 


>-J 


Suppose  now  that  z  =  re^  and  take  t/*  =  log  ( —  "^  ),  tbe  logarithm,  when  t  =  r, 
having  a  cross-cut  along  the  negative  half  of  the  real  axis,  so  that 

ifjL  =  log  — [-  iri,  —  id,  where  log  -  is  arithmetic. 
Then 

Now  the  form  of  the  dominant  term  I  does  not  depend  on  the  quantity  log  ^^^^^ — 
which  vanishes  when  r  is  sufficiently  large.     We  have  then 

A  =  «  J  ^   ^  ^  Sm  J  /A  '^ 

an  integral  of  the  type  first  considered  by  Dirichlet.* 

♦  V.  'Crelle,'  vol.  4,  pp.  157,  ei  seq. 
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The  theory  previously  developed  in  Part  II.  tells  us  that  this  integral  must,  qud 
function  of  z,  be  independent  of  0;  in  other  words,  when  —  ir  <  ^  <  ir,  that 


L'^aa  Jw-9  Bill  ^  fl 


But  this  is  precisely  Dirichf.et's  result :  we  thus  have  a  valuable^  verification  of 
our  theory. 

Finally,  then,  the  dominant  term  of  the  asymptotic  expansion  of  log  F  (z)  is  the 
function 

Since  we  may  evidently  change  the  sign  of  t  without  altering  the  value  of  y  (2)  we 
have  / 

-^  ^  ^       i=,  J  '2 1  sin  J/Lt  '^ 

Now  ^  is  the  function  inverse  to  <^.  If,  then,  we  suppose  that  ^  and  ri  are 
determined  from  the  relation  ze*^'"**^  =  <^(^  +  ^'>?)>  principal  values  of  inverse 
expressions  being  taken,  and  £  and  tj  being  functions  of  z  and  /a,  we  shall  have  finally 

f{z)  =  ht  \  Tj r— -  —  rZ/x,  as  the  simplest  form  in  which  we  may  write  f{z). 

There  is  no  doubt  that  it  is  possible  to  construct  functions  <f>{n)  for  which  the 
preceding  analysis  will  not  hold  good.*  It  would  appear,  however,  to  be  applicable 
to  most  of  the  types  of  functions  which  would  ordinarily  arise,  and  a  more  accurate 
investigation  will  need  the  exquisite  finesse  of  certain  developments  of  the  theory  of 
fimctions  of  a  real  variable. 

Note  that,  for  the  case  in  which  2«*^'"'*^=  (^  —  iy})\  we  have  established  that 

f(z)  =  ^  ^". 


sm  - 
P 


§  56.  The  dominant  term  f{z)  of  the  asymptotic  expansion  of  log  n     1  +  TTy. 

takes  a  very  simple  form  for  the  case  in  which  ^  {t)  can,  when  t  is  large,  be  expander 
in  descending  powers  of  t  in  the  form 

^{t)  =  i  [«o  +  "^^  +  ^'  +  .  •  •]  ,  where  />  >  1. 

We  have  the  asymptotic  expansion 

*  We  have  assumed,  for  instance,  that  we  can  apply  the  Maclaurin  sum  formula  to  -  <^(w)>  *i*<l> 
therefore,  that  the  conditions  of  §  41  are  satisfied. 
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-  i  log  2  +  f  log  <!>  (n)  dn-  t  ^^~  r>'  («)  ch 


463 


+ 


ptCOrfU^^.  I  A 


-ye  ,  i-y^' 


.    +     f 


)}' 


Since  <^  (m)  is  a  very  large  quantity  we  may  utilise  the  expansion  of  ^  (t).     The 
integral  lajst  written  is,  therefore,  equal  to 

=  2       -j     -     —             ^_    2     .  ^  -  .-- 

f       y    >                   p  p 


I  — 

r 

P 


=  Si(-)'«,^zp-' 


r=0 


sm- 


sin  —      L  ( _-  2;)p  J 

-    ,  fYo 

If,    then,    we     introduce     the     Maclaurin     constants,    log  Fq  =  I    log  <f>  (n)  dn, 
—  F,  =      <^'  (n)  dn,  we  shall  obtain  the  asymptotic  expansion 


ft['+*fe]=-<^-'-fe[i^^]^?.-^~ 


Such  values  of  the  many-valued  functions  introduced  are  to  be  taken  as  would  be 
indicated  by  the  analysis. 

§  57.  It  is  evident  that  the  investigation  of  §  54  applies  to  all  simple  integral 
functions  whose  primary  factors  need  no  exponential  to  ensure  convergency.     Thus 

it  includes  all  simple  functions  of  order  - ,  where  p  is  real  positive  and  >  1  with 

algebraic  zeros.  It  includes  all  simple  functions  with  non-algebraic  zeros  of  the  type 
given  by  a«  =  [aiV"  +  hn^'  +  .  .  .]  (^^*)'>  where  r  and  p  are  both  real  positive  and 
>  1,  <r  is  positive  or  negative ;  where  /^(n)  denotes  log  {log  {...n}}...},  these 
being  r  repetitions  of  the  logarithm,  and  where  />,  p^,  .  .  are  decreasing  quantities 
tending  to  —  oc  as  a  limit. 
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But,  because  of  the  validity  of  the  Maclaurin  sum  formula,  it  includes  simple 
ftmctions  with  very  rapid  convergence — ^such  as  those  for  which 

a^:=i  €f        X  \  function  of  n  of  lower  order  than  e*       /  . 

§  58.  We  can  now  extend  the  result  which  was  obtained  in  §  52,  and  find  an 
asymptotic  approximation  for  a  simple  integral  function  with  an  algebraic  sequence 
of  zeros,  that  is  to  say,  of  a  function  of  which  the  n^^  zero,  —  a„,  admits,  when  n  is 
large,  an  expansion  of  the  form  a«  =  n'*  +  ftin**"''  -f  h^n^'*^  +  •  •  •>  where  p  is  greater 
than  unity  and  the  quantities  Cj,  C2, .  .  .  are  real  positive  and  in  ascending  order  of 
magnitude. 

We  take  a^  =  ^  (n)  =  r  so  that,  by  reversion  of  series, 

n  =  vfi ^  r  p   +  *- -z •  -'   r  p ^  r  p   +  .  .  ,  =  i/r  (r)  (say). 

Since,  when  s  is  positive,  we  may  expand  a^  directly  by  the  binomial  theorem, 
we  have,  when  m  is  large, 

ni-l  m-1  r  a    g  1  "1 

»=I  n=:lL  ^'^  J 

fwi  S    S  —   1 

it>'  (n)  dn  -\-F{ps)  +  sb,  F  (ps  -  €,)  +  -^-^  b{'  F  {ps-  2e,)+«&e  F  (p«-e,)  +  . . . 

=j>w.„+F(^,+z(,,,;-.:::)-*'<-.>+i<-^-S:,*-w, 

where  Z  Ip,  s;  ,^'  ' '     j  is  a  definite  finite  quantity  vanishing  with  the  quantities  6, 

which  can  be  expressed  in  terms  of  a  series  of  .Riemann  C  fimctions. 
Again,  when  s  is  positive. 

And     i;iog^(n)=;i;[piog.+|t-,-^+,t  +  --] 

=  f  log*^(n)dn  +  -^log27r  +  b^F  {-  c,)  -  'JF(-  20  +  b,F  {-  c<.) 
and  we  shaU  put  Z  (o  ;  ^|' j^"    •)  =  b^F  {-  e^)  -  ^F(-  2ei)  +  6,F(-  c^)  +  .  .  . 
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If  now  we  substitute  in  the  geperal  formula 

log  F  (z)  =  -  i  log  s  +  r  log  <ft  (n)  dn—  %  ^-^-^  ['<!>'  (n)  dn 

+r"'-r{'-i(-)-(v+i)}' 

we  shall  obtain      log  F  (2)  =  -  ^  log  2  -  ^-  log  2ir  -  Z  (o  ;  ["  J' " ' ') 


+.!/-^^<^)+.!/-^K''- :,::;;:) 


And  when  we  sum  the  Fourier  series  which  result  from  the  last  integral,  we  find 

iogF(2)  =  -^iog0-f  iog2,r-z(o;;j'^;;;) 

TT        I        hir        z  P  ,   w6,^    p  +  1  —  2€i  z   fi  Kir        z  p 

-| gp i 1-      *  -  '^  * .  —   *  — 


TT  p      .         1  —  e,  2  p*  .1  —  26,  p      .         1  —  €« 

sm  —  ^   sm  TT *  '^  sin  -TT ^   sm  tt 

PR  P  P 


§  59.  This  expansion  is  valid  for  all  values  of -CHagfta;  which  lie  between  ^  n  and  ir. 
It  is  arithmetically  asymptotic  in  the  same  way  as  the  expansion  fi:om  which  it  is 
derived. 

We  see  from  the  results  just  obtained   that  the  asymptotic  approximation  for 

00(211  *l2»l 

log  n     1  H L  where  a^  =  nf  '\-  hitif"*'  +  .  • .  exceeds  that  for  log  n     1  +  —   by 

a  quantity  whose  first  term  is  —  Z  (0  ;/'/'"'   j   when   c^  >  1,  and  by  a   quantity 

whose  first  term  is 

b  w       z't' 
--^ ,  when  €,  <  1. 

p      .        1  —  €, 
P 

When  €i  =  1,  the  difference  of  the  two  asymptotic  approximations  commences  with 

the  indeterminate  form — ;:        ,  which  arises  from  the  integral 


^rfi+i/-"/} 
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But  this  integral  is  equal  to 

log  *  («)  +  _  r    fc»^  =  log  *  W  -  log  [l+  *  <^]  +  log  [l  +  ^J  =  log  .. 

Thus,  where  c^  =  1,  the  difference  of  the  two  asymptotic  approximations  commences 
with  the  term  —  &i/>"^  log  z,  a  result  which  may  be  obtained  without  much  diflSculty 
by  elementary  algebra. 

Note  that  —  hip"^  log  z  is  the  expression  obtained  when  we  reject  the  infinite  part 

of  the  function  — - — . — ^  for  ^  =  0,  when  expanded  in  powers  of  0. 

Note  also  that  the  constant  Z  ( 0  :  /'  ,^ '  J  which,  when  c,  >  1  is  the  first  term  of 
the  asymptotic  expansion  of  the  logarithm  of  the  ratio  of  our  two  products  is 
equal  to  2   log  ^ . 

By  means  of  the  formula  x  >  log  (1  +  ^)  >  r~~;  >  where  a;  is  a  real  quantity  lying 
between  db  1,  we  may  prove  that  this  series  is  absolutely  convergent  when  />  >  1. 

Application  to  Functions  of  Zero  Order. 

§  60.  Hitherto  no  example  has  been  given  of  a  function  of  zero  order,  although  the 
general  investigation  of  §  36  applies  equally  to  functions  of  this  nature.  In  such 
cases  it  becomes  necessary  to  introduce  Maclaurin  constants  of  a  complexity  which 
seems,  except  in  special  cases,  beyond  the  reach  of  present  analytical  processes.  They 
can  no  longer,  as  for  functions  of  finite  order,  be  expressed  in  terms  of  Riemann's 
^  function  nor,  I  believe,  in  terms  of  any  functions  which  have  so  far  been  introduced 
into  analysis.  An  example  will  now  be  given  of  a  very  rapidly  converging  integral 
function.  It  obviously  would  serve  as  the  starting  point  of  a  series  of  interesting 
researches  dealing  with  the  classification  of  simple  integral  functions  of  zero  order. 

61.   We  propose  to  obtain  the  asymptotic  expansion  of  the  function   11      1  +  ^  • 
In  the  notation  of  the  general  theory  we  have  now  <f>  (n)  =  e'\ 

Therefore  log  ^  (n)  =  n;     S   log  <^  (n)  =  —  —  -  . 


n=l 


2 


By  the  Maclaurin  sum  formula,  if  s  be  positive, 

m— 1  [in  qUu>  IJ 

S   e'"  =      e'^dn  +  C,  -    -  +  -]  st^  -  .  .  . 

where  C,  is  the  Maclaurin  constant  corresponding  to  e*",  which  may  be  determined  aa 
in  §  84.     If  we  put  I   t''*dn  =  c'"'/s,  we  have  C,  =  (1  —  e*)-^. 
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If  then  we  carry  out  the  general  process,  we  shall  obtain  the  asymptotic  expansion 

'"^'y.,  [' + ^] = (^  -  •)  ^'  -  (I'  -t+  i  ^=f  "■ 

+  i:.{'-^[r---f]} 
=<'»-')%^-f+f+i,^-+i/-^(?-?). 

As  before,  we  have  to  "sum"  the  final  divergent  series.     We  take  |2|  to  be  a 

—    is  very  nearly  equal  to  unity,  and  then  we  consider  the 

Fourier  series    S'  ^ — - —  < ~y. 

,=  -.*        8         [8  2  J 

Therefore  we  have  the  asymptotic  expansion 


or  finally*  log  n  [^l  +  ^]  =  J  (log  zf  -  i  log  ^  +  ^  +  i^  ^-^^' 


§  62.  It  should  be  noticed  that  if,  in  the  function  whose  asymptotic  expansion  has 
thus  been  obtained,  we  substitute  e*  for  z,  we  shall  obtain  the  function  11     1  +  ^  • 
This  is  an  integral  function  whose  zeros  are  of  the  form 


■    /^  ^  \        f  71  ^  1,  2,  3, ...  00 . 


00. 


It  is  substantially  what  I  propose  to  call  Lambebt's  function.  The  function  has 
properties  which  are  a  sort  of  mean  between  those  of  the  elliptic  and  double  gamma 
functions. 

We  can  express  Lambebt's  function  as  a  product  of  two  double  gamma  functions. 
It  is  closely  connected  with  the  well-known  Lambert's  series,  and  in  terms  of  it  we 
can  express  in  a  very  elegant  form  the  coeflScients  of  capacity  of  two  spheres. 

*  The  dominant  terms  of  this  result  are  equivalent  to  those  given  by  MeluNj  'Acta  Societatis 
Fennicae/  t.  24,  p.  50. 

3  O  2 


Digitized  by 


Google 


468  MR  E.  W.  BARNES  ON  INTEGRAL  FUNCTIONS. 

§  63.  The  reader  will  notice  that  in  the  preceding  analysis  we  have  used  the 
methods  and  not  the  result  of  the  general  fonnula. 

Tlie  reason  is  that  with  an  exponential  subject  of  integration  we  are  unable  to 
ensure  that  we  do  not  introduce  arbitrary  additive  constants  when  the  indefinite 
integrals  are  transformed  as  formerly. 

For  in  this  case  (f>  (n)  =  c"     and     ^  (n)  =  log  n  ; 

r(w)  ^  /A  ^ 
-  — -— . 

We  are  tempted  to  say  that  this  integral  is  equal  to 

n  log  [6  (m)  t]dt      fi  r,      ,  /  \  .  1      1  ^^ 

J  -^^— ^--  =  )   [log  <^(m)  +  log  tj-  =  0, 

whereas  we  only  avoid  introducing  an  additive  constant  by  saying  that 

f  i^M'l-*  =  i  Dog'  (.^  (m)  «)]■  =  i  [log  *  (m)]'. 

§  64.  The  integral  function  just  considered  is  the  most  simple  function  of  zero 
order.  In  carrying  out  the  algebraical  analysis  of  a  theory  of  such  fimctions,  it  would 
be  necessary  to  consider  the  types 


i['+p]'  hb+-^h- 


The  asymptotic  expansions  for  these  successive  functions  are  of  successively  lower 
orders  of  greatness — ^they  are  never,  however,  of  so  low  an  order  as  z^,  where  n  is 
finite.  This  agrees  with  the  known  theorem  that  an  algebraical  polynomial  is  the 
only  unifom  function  of  such  an  order.  Unfortunately,  unless  we  introduce  new 
analytical  fimctions  defined  by  definite  integrals,  we  cannot  investigate  formally 
asymptotic  approximations  for  such  types;  and  until  the  properties  of  such  new 
functions  are  investigated,  we  but  express  one  unknown  form  in  terms  of  another. 

Simple  Integral  Functions  of  Finite  Non-integral  Order  Greater  than  Unity. 

§  65.  In  the  investigations  to  which  we  now  proceed  of  simple  integral  fimctions  of 
finite  non-integral  order  greater  than  unity,  the  theoretical  considerations  which 
have  been  given  in  detail  for  fimctions  of  order  less  than  unity  will  for  the  most  part 
be  suppressed,  and  for  brevity  only  the  bare  analysis  will  be  written  down. 


00 

We  consider  first  the  standard  function  Qp  {z)  =  n 


1 


_(i+;^,)e---fe" 


.  +  - 


(-)^' 


iw 


'Pip 


where  /)  >  1  and  jp  is  an  integer  such  that  jp  +  1  >  />  >  jp. 
Let  z  =  Re**,  and  suppose  that  R  is  very  large. 
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Take  m  an  integer  such  that  »J.  —  1  <  R'      m. 


Then 


(-)'.' 


(-)'.-' 


so  that 


Q,W=n_(,+^,j,.  ..*-•' 
X  n  j  (1  +-,p  e  u>/p^--"'pn^' 


(-t)' 


/«- 


P/P 


X  n 


,(p+l)>i    P  (p+2).i    » 


and  hence 


l^g  Qp  (^)  =  (^^^  —  I)  log  2 2  log  n 


n=l    L  ^  "^ 


+  2 


.  L"«" 


+2    T  •  • 


Now,  when  ?/i  is  a  very  large  integer, 


ii=i 


And,  when  5  is  positive  and  greater  than  p, 


469 


•     1    ^n*"*'**       /n"*'** 


We  use  these  Maclaurin  approximations  and  rearrange  the  double  series  which 
results  as  the  arithmetically  asymptotic  approximation  for  log  Q^  (z).  We  obtain, 
in  the  limit,  when  the  limits  of  the  summable  divergent  series  are  taken  for  k  infinite, 
the  asymptotic  expansion 
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log  Q.  (2)  =  (m  -  1)  log  z-     -  (m  -  i)  log  m  —  -"  -  -    log  2ir 

P  P       ^P 


+  .1^^ 


(7) 

+''^?:j^'::(":')'-*i.'r'(?y 


-y      IVh    f  -(20!    .    ^,  (-)-»  (m'_'\  pP'^^  .^.^''"]       1 


We  suppose  now  that  ^^  is  a  quantity  which,  when  m  is  very  large,  is  ultimately 

equal  to  unity.     Then  we  may  '*  sum,"  as  before  (§  52),  the  Fourier  series,  which  are 
the  various  coefficients  in  the  preceding  expansion. 

We  have  p  2    -^^-==^    —    =      —    — H  log ,  provided  p  is  not  integral, 

i=-kB.p  +  s  \  z   J        Binirp   m  ^    z  p^^  ^  a      ' 

and  provided  —  tt  <  ^  <  ir.     And  —  ^  2'     -^      ( I  =  —  i  log      -  • 

Also,  exactly  as  before,  the  coefficient  of  B/+i  in  the  asymptotic  approximation 
for  log  Q^  (z)  vanishes  identically. 

Therefore  we  have,  provided  —  tt  <  ^  <  tt,  the  asymptotic  equality 

logQp(2)  =  ('H-i)logJ,,,-m-ilog2-|^-log2^+    2'^^:^'f(^) 
+  -, +  m  log *  log 

8111  TTp  ^       Z  p  ^        ^       Z 

Thus,  provided  —  tt  <  arg  z  <v,  we  have  finally 

log  Q(z)  =  -:^—  -  i-  log  27r  -  i  log  ^  +    i'  ^^  F  W  • 

This  expansion  is  exactly  analogous  to  the  one  previously  obtained  for  log  Pp  (z) 
and  is  to  be  regarded  in  the  same  way.  It  must  be  borne  in  mind  that  n*^'*  has  been 
assumed  to  be  the  arithmetic  p***  root  of  n.     Had  any  other  root  been  taken — ^say 

the  arithmetic  root  multiplied  by  cy  =  e ,  where  r  is  an  integer,  we  should  have 

obtained  the  asymptotic  expansion 

valid,  when  —  tt  <  ^  —  - —  <  ir,  i.e.,  when  — 7r  +  ^~<^<7r  +  ^ 

P  P  P 

The  expansion  is  thus  valid  everywhere  except  along  the  new  line  of  zeros. 
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66.  We  proceed  now  to  investigate  the  asymptotic  expansion  for 


F  (z)  =  n 


00  1  •  1 

where  a«  is  such  a  function  of  n,  ^  (n),  let  us  say,  that  2  —7^  converges,  and  S  -7^;; 

n=l^i»  n=l  ^n 

diverges,  however  small  €  may  be,  p  being  real,  finite,  positive,  non-integral,  and 
greater  than  unity,  while  p  is  an  integer  such  that  p  +  1  >  />  >  p. 

Suppose  that  the  result  of  reversing  the  equality  r  =  ^  (n)  is  to  give  n  =  t^  (r). 

Let  m  be  a  very  large  integer,  such  that  m—  1  <i|r(J2;|):<m. 

As  previously,  we  have 


log  F  (2)  =  (m  —  1)  log  2:  —  S  log  ^  {n) 

%r„L(p+i)^'*'(«)"^i'+2^'«(n)"^  •  •  •  J 


Substitute  now  the  arithmetically  asymptotic  approximations  given  by  the 
Maclaurin  sum  formula,  and  we  have 

log  F  (2)  =  (m  —  1)  log  2  —      log  ^  (li)  dn  +  ^  log  <^  (m) 

In  this  expansion  y_,  is  infinite,  and  there  is  no  corresponding  Maclaurin  constant 
if,  and  only  if,  h  >  p. 

Use  indefinite  integrals  and  transform  hy  integrating  hy  parts  in  the  same  way 
and  under  the  same  restrictions  as  in  §  54,  and  we  get 

log  F  (s)  =  -  i  log  z  +  {""log  ^  (n)  dn  +  £_'  ^-^  {''<^'  (n)  dn 

+  P^{i  +  r/-^}. 
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The  final  integral  gives  rise  to  the  dominant  term  of  the  asymptotic  expansion. 
As  formerly,  it  may  be  written 

If  we  denote  the  value  of  this  integral  hy  f{z),  and  if  we  put 
flog  <^  (n)  (In  =  log  Fo,  ]"'>'  (n)  dn  =  F„ 
we  have  the  final  asymptotic  equality 

§  67.  We  notice  the  exact  analogy  between  this  expansion  and  the  one  previously 
obtained  in  the  case  when  the  order  of  the  function  is  less  than  unity.  The  only 
difference  arises  fi'om  the  Maclaurin  constants.  In  the  former  case,  all  the  constants 
corresponding  to  negative  values  of  s  were  zero ;  in  the  present  case,  the  first  p  of 

them  are  formed  fi'om  asymptotic  expansions  like  2    —  =  I   ^"*  {n)dn  '\'  .  .  .  ^  and 

give  rise  consequently  to  finite  constants  ;   while  only  the  remaining  ones,  formed 

*    1        /""• 
fi-om  expansions  like  —  S  —  =       <t"*  (n)  dn  +  .  .  .  are  such  that  y-,  =  » . 

We  notice  also  the  great  elegance  with  which  Weierstrass'  exponential  factor 
enters  to  ensure  the  finiteness  of  the  expressions  obtained  in  the  course  of  the 
analysis.  Could  we  conceive  an  attempt  to  investigate,  for  functions  of  order  greater 
than  unity,  the  theory  which  we  carried  out  for  fimctions  of  order  less  than  unity  in 
the  first  paragraphs  of  this  part  of  the  present  paper,  we  should  at  the  outset  be 
forced  to  invent  again  Weierstrass'  great  theorem. 

Application  to  Functions  with  Algebraic  Sequence  of  Zeros. 
§  68.  We  will  now  evaluate  the  first  few  terms  of  the  asymptotic  expansion  for 

P(2)  =  n    ll-\-^e~^*"'*~^    ,  where  a«  =  wTl  +  ^  +  -*^ +  ..  .1,  and  the 

€B  are  positive  real  quantities  arranged  in  ascending  order  of  magnitude. 
Let  ?•  =  a«  =  ^  (n),  then  on  reversion  of  series  we  find 

When  s  is  positive, 
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11=1  n=rl    L  ^  J 

+  AF  (y  -  €2)  +  .  . . 

„  =  1  Cln'  „  =  ,  L  ^  :i  '  ^  J 

where  Z  f  p,  —  s ;  r  ^       )  can  be  expressed  in  terms  of  Riemann  C  functions,  or  the 
equivalent  Maclaurin  constants  F  by  the  formula 

2  ('•.-»  ^  :;:::::)= -  -v  (-  ^  - .) + '-<-^'-^  *,'F  (- ;.  -  2.,) 

As  formerly,  we  put 

2  (^'  mI"  ::) "  ^>^^"  "'^"^'2  ^^~  2^1)+ ^^^(-  ^=^)+ •  •  •• 

so  that  ^    log  27r  +  Z  (0)  arises   as   the  Maclaurin  constant  corresponding  to  the 

m-l 

asymptotic  expansion  for  2  log  <f>  (n). 


«=i 


Proceeding  exactly  as  for  the  case  when  the  order  of  the  function  is  equal  to  unity 
we  see  that  the  asymptotic  expansion  of  log  P  (z)  is 


-^^^'-^log^-;f  log27r+    I'   ^—^f(-) 


sin9rp(l  —  6i)  2  ^    sin  irp(l  —  26i) 


RinTT/a 


this  expansion  lieiny;  valid  when  —  tt  <  arg«  <  tt. 
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Thus,  when  p  —  ej/o  >  p,  the  first  term  of  the  expansion  of  the  ratio 


lor 


n       1  +        e    «.  r^. 

M=1  \  «»/ 


n 

n  =  l 


_(.+;^,).-.-fe*- 


-_       Ig  ^'^^^i ^on-c) 


sin  Trp  (1  —  €i) 


And,  when  p  —  c^p  <  p,  the  first  term  is  — ^  Z  (/>,—/>  '^'^  *    "  j ,  which  is  readily 

seen  to  be  equal  to        -  -  S  —  -tTo   . 

^  i>     ',,=1  L««''        w'^^J 

§  69.  The  expansion  which  we  have  obtained  is  valid  for  all  points  except  those  near 
the  line  of  zeros  of  the  function  and  for  all  finite  values  of  the  quantities  &  and  c  such 
that  a«  has  a  finite  value.  It  must  be  carefully  noticed  that  when  any  term  becomes 
infinite  through  the  occurrence  of  sines  of  integral  multiples  of  tt,  we  must  revert  to 
the  genesis  of  that  term  to  find  the  true  form  of  the  expansion.  Thus,  when 
/>  —  /)Ci  =  p,  the  first  term  of  the  ratio  just  considered  is  that  which  arises  from 

that  is,  from 

where  the  double  accent  denotes  that  the  terms  corresponding  to  5  =  0  and  5  =  —  p 
are  to  be  omitted  from  the  summation. 

Put  now  -— —  =  e~'*,  then,  with  the  argument  previously  used,  we  have  to  sum 
the  series 

-  h^4^  H  {i-  +  £^  ^-^  +  (-  e-y  log  4>  (m)}  . 

Now,  when  p  is  not  integral,  we  have  seen  that 

i    +    S'  ^~-^~  e-*^  =  -.-''-  e^,     provided     -  tt  <  ^  :<  tt. 

Let  us  put  p  =  p  +  c,  where  ^  is  a  positive  integer  and  c  is  very  small.     Then  we 
have,  retaining  only  first  powers  of  c. 


so  that 


p  .=-i    s+p       '  e  {-y-ire         ^  -" 
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The  term  which  we  seek  is  then  the  value  of 

-  b^P  (m)  (-)/>  1^^  j'  log  z  =  {-)P^%pzPlogz. 

This  is,  of  course,  the  term  independent  of  0  in  the  expansion  of  -. .    2,  d\  ^^^*  ^^ 

ascending  powers  of  0. 

In  exactly  the  same  manner,  if  p  —  ne,  (say)  is  an  integer,  the  corresponding  term 
of  our  asymptotic  expansion  must  undergo  the  same  process  of  evaluation  and  will 
give  rise  to  a  logarithmic  term.  If  one  of  the  c's,  say  c^,  is  equal  to  /),  we  obtain  in 
the  asymptotic  expansion  a  corresponding  logarithmic  term 

—  phjklogz. 


Simple  Integral  Functions  of  Finite  Integral  Order. 
§  70.  We  proceed  now  to  consider  the  standard  function 

R^  (2)  =  n     ( 1  +  ~\rA  eZ^p  +  •  •  •  +  -^p  ^  where  p  is  an  integer  ^  1. 

Let  z  =  re**,  where  r  is  very  large,  and  let  m  be  a  large   integer  such   that 
m  —  1  <  7-^  <  m. 

Then,  employing  the  same  process  and  argument  as  before, 

+  (M-l)log.-lslog,.+  s;(-;+...+^>'} 

-  1 1  J- C  +  (-  »y"  +    1 


s 


Now,  when'  =  1, 
P 


"*-i  »„«/^ 


p  \2t  +  2/ 

and  in  accordance  with  the  definition  of  §  49  we  put  y  =  F  (—  1). 

If,  then,  we  suitably  modify  the  analysis  formerly  employed  we  shall  obtain,  when 

3  P  2 
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the  limits  of  the  summable  divergent  series  as  h  tends  to  infinity  are  taken,  the 
arithmetically  asymptotic  expansion 

log  Rp  (^)  =  (m  —  1)  log  2  —  -  {{m  —  ^)  log.m  —  m  +  |^  log  2ir} 

+  I' <-5"f  (?)  +  ..  £/<->■"   '»"' 


+  infL!  log  m-hi'  --^  TO"'> 


where  the  double  accent  denotes  that  in  the  corresponding  summation  the  terms  for 
which  5  =  0  and  6*  =  —  />  are  to  be  omitted. 

As  before,  the  coefficient  of  B/+i  vanishes  identically. 

The  series  S'    --^m'^  is  equal  to  log  -—  • 


t=-k 


ssf 


It  is  then  only  necessary  for  us  to  consider  the  series  S' 


,^_A.     s^      s  _^  J 


P 


If  we  put  t  =  log  —  ,  we  may  write  this  series  in  the  form 


fit) 


Remembering  that  a  summable  divergent  series  may  be  differentiated,  we  find 

f'{t)  +  pf{t)  =  pt  +  {-y-'e-^. 

Therefore 

fit)  =  Ae-'^  +  i-l  +  i-y-'te-'", 

where  A  is  a  constant  of  integration. 
Now  when  f  =  0, 


Digitized  by 


Google 


MR  E.  W.  BARNES  ON  INTEGRAL  FUNCTIONS. 


477 


and,  by  putting  ^  =  0  in  the  Fourier's  serieS)  which  we  considered  in  the  preceding 

paragraph,  we  see  that  this  is  equal  to +  ^^^^ — 

Therefore 


so  that 


/(<)  =  i-y-'e- 1]  +  ']  +  '-  J  • 


Revert  now  to  the  asymptotic  expansion  for  log  Rp  (z). 
We  find  on  substitution  that 


log  Rp  {z)  =  (m  —  1)  log  2 {{m  —  J)  log  ?n  —  w  +  J  log  2n} 

+  ,»  (log  •'^"  -  J)  +  <--a!  log  „  _  i  log  ^  . 
And  thus,  when  />  is  an  integer,  |  z  \  very  large,  and  —  tt  <  arg  2  <  ?r. 


P 


As  formerly,  this  expansion  is,  in  form,  independent  of  the  argument  of  z. 
§  71.  We  may  easily  deduce  this  theorem  independently  as  the  limit  of  our  former 
results. 

Take  the  asymptotic  equality 


where  p  lies  between  jp  —  1  and  p. 

Put  now  p  =  p  —  c  ;  then  R^  {z)  is  the  limit,  when  €  vanishes,  of 


n 


_    •    +. 

+  (-.)'•-" 

(-.)' 

1 

j>-i 

,         _s. 

,-!»»-« 

X  n  e'-'". 
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It  therefore  possesses  an  asymptotic  expansion  which  is  the  limit,  when  c 
vanishes,  of 

(2,)-.-p.  ,-  axp  {.'^-•+^^i  (^)  +     if    ^^Ff-i-H 
=  (2,)  -i  .-.  e.p  {(-  .)'  log  .  +  tl^^-«  +  _  J;_  '-J'-^  F  (^)} 

remembering  that  F  (—  1)  =  y,  and  that  LH  4 (^)  +  ^  ~  =  y  +  terms  which  vanish 
when  8=1. 

We  thus  obtain  the  same  asymptotic  expansion  as  in  the  previous  paragraph. 

Note  that  we  have  obtained  our  expansion  by  making  p  increase  up  to  the  nearest 
integer.  If,  on  the  contrary,  we  make  p  decrease  doum  to  the  nearest  integer,  there 
is  no  breach  of  continuity  in  the  introduction  of  an  additional  exponential  factor. 
Thus  we  have 


Rp  (z)  =  Lt  n 

c  =  0  »=1 


+  ^\e    -'•^• 


1  P 


(1  +  ^) 

\  7,."  +  '/ 


,«»•+« 


and  thei^fore  we  have  the  asymptotic  expansion 

R,(z)  =  U  {2iryik.  2-*  exp  {  .    ^^  -  ,  +    2'  ^"^ 

,=0  {"" 


p/       i     \1 

Now,  unless  s=  •—  1,  F  (5)  =  4  ( --  s) ;  and  therefore  we  have  asymptotically 
B,W  =  U(2.yi^.  z->  exp  |<-^f)!a±i>2i£±^  +  T''  «  (ji%) 

"^  .—,+1  '    ««•  [P  +~j] 

=  (2,)-i.-.  axp  [(-.y  log  .  +  <=£)^)  +  __i;^^<:£p(i)}, 

the  same  expansion  as  before. 

This  paragraph  is  instructive  in  that  it  shows  how  the  asymptotic  expansion  calls 
for  another  exponential  factor  in  each  term  of  Wbierstrass'  product  as  the  order 
passes  through  an  integral  value. 

§  72.  If  now  it  is  desired  to  construct  a  fimction  which  is  the  natural  extension 
among  simple  integral  functions  of  the  ordinary  gamma  Amotion,  we  take 


^^=e.-v^"H...sr(,,i).-.. s 
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And  now   the   asymptotic   expansion  of  T  {z\ p)    when    1 2; f    is   very  large   and 
—  TT  <  arg  «  <  TT  is  given  by 

When  p  =  1,  this  formula  is  exactly  the  asymptotic  expansion  of  T  (z)  for  complex 
values  of  2;,  which,  as  stated  in  §  3,  was  firi^t  obtained  by  Stieltjes. 
For,  when  s  is  an  even  positive  integer,  F  (s)  =  0. 

When  s  is  an  odd  positive  integer  =  2f  +  1,  let  us  say,  F  (s)  =     o7~,  ^'^  .  t  ^  0. 

And  F  (-  1)  =  y. 

Thus,  when  p=  1,  T  {z\p)  becomes  r  (2),  and  the  series   2  —^  -^  {~~)  ^®comes 

S  ^   1  ~o^^~o  •  l^i'  which  accords  with  the  usual  result. 

§  73.  It  is  obvious  that  we  can  now  at  once  write  down  the  asymptotic  expansion 

for   G  (e)  =  n  [/l  +  ^)  e--"-'--'-]  ,  where  «»  =  nr  [l  +  ^^  _,.  |.  _,.  . .  ,J   and 

p   is  an   integer,   from   the   corresponding   expansion    for  the   function  in    which 

a,,  =  ^^^    1  +  7j1;  +  .  • .    and  p  is  not  integral.     The  c  s,  of  course,  are  assumed  to  be 

positive  and  in  ascending  order  of  magnitude. 
The  result  is 

^^      '   smnrpe^  ^^     '  2  ^^^   sin  27iyei 

^      ^    BinTrpeg  ,=  -p     S2*         \^  61,63.../  \^  o^.b^..,/ 

provided  ~-,  ~- ...  be  not  integral  (n  =  1,  2,  . . .  qo  ). 


n     n 


Thus,  Cj  not  being  integral,  the  first  term  of  the  asymptotic  expansion  of  the 
quotient 

T^^  :  .^ J)  ^  V^"2(^'p=  ::,::::;)• 


log       , 


We  note  that  zlp,p;  J'  J' ' '  •")  =  i  \-\  -  ^1. 
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When  p€i  is  an  integer,  we  see  on  evaluating  the  limit  which  arises,  that  the 
dominant  term  of  the  asymptotic  expansion  is  still  the  one  just  written  down.  For, 
in  this  case,  the  only  other  term  which  might  be  considered  first  in  the  asjrmptotic 
expansion  of  the  quotient  is  (  — )^'*^*/>&i  z^"''^  log  «,  which,  since  Cj  is  positive,  is  of 
lower  order  than 


*?-2(^-?u'::  :;::::)■ 


§  74.  It  is  now  evident  that,  if  we  are  given  any  simple  function  of  finite  integral 
order,  we  can  find  its  asymptotic  expansion.  The  analysis  just  given  solves 
completely  the  case  of  algebraical  zeros.  When  the  zeros  are  not  algebraic  we  may, 
and,  in  fact,  we  shall  have  to  introduce  new  analytical  functions  defined  as  indefinite 
integrals  ;  but  there  will  be  no  essential  difference  in  the  theory. 

It  should  be  noticed  that  just  as  we  have  to  take  the  principal  values  of  the 
algebraically  many-valued  expressions  which  occur  in  the  asymptotic  approximation 
for  functions  of  non-integral  order,  so  we  must  assign  principal  values  to  the 
logarithms  which  occur  when  the  functions  are  of  integral  order. 


Part  IV. 
The  Asymptotic  Expansion  of  Repeated  Integral  Functions. 

§  75.  As  has  been  stated  in  the  general  classification  of  Part  I.,  an  integral 
function,  which  is  such  that  its  n**^  zero  is  repeated  a  number  of  times  dependent 
upon  n,  is  called  a  repeated  function. 

If  the  number  of  sequences  of  zeros  be  not  infinite,  the  function  is  called  a  simple 
repeated  fimction  ;  and  it  is  obvious  that  such  a  function  may  be  built  up  of 
functions,  each  of  which  possesses  a  single  sequence  of  zeros.  We  shall  limit 
ourselves  to  the  consideration  of  such  fimctions.  The  order  of  simple  repeated 
fimctions  with  a  single  sequence  of  zeros  has  been  previously  defined.  Taking  this 
definition,  we  consider,  in  turn,  in  the  ensuing  paragraphs,  functions 

(1)  of  finite  (non-zero  or  zero)  order  less  than  unity, 

(2)  of  finite  non-integral  order  greater  than  unity, 

(3)  of  finite  integral  order  greater  than  or  equal  to  unity. 

And,  finally,  an  example  is  given  of  the  asymptotic  expansion  of  a  repeated 
function  with  a  transcendental  index. 

Inasmuch  as  the  principles  which  underlie  the  analysis  are  exactly  the  same  as 
those  which  have  been  previously  discussed,  we  shall  give  but  a  bare  outline  of  the 
methods  by  which  the  results  are  obtained. 
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Simple  Bepeated  Functions  of  Finite  Order  less  than  Unity. 
§  76.  The  most  general  function  of  this  type  may  be  written 

where  the  principal  value  of  each  term  is  taken  when  /ui«  is  any  function  of  n ;  and 
where  a„  is  a  function  of  n  which  increases  without  limit  as  n  increases,  and  which  is 

such  that  2  /A*/a„  is  absolutely  convergent.     The  function  is  of  finite  (or  zero)  order 

less  than  unity :  and,  when  /x^  is  an  integer,  its  n^^  zero  is  repeated  /!„  times. 

We  take 

a«  =  <^  (n). 

When  r  =  <f}  (n)  we  suppose  that  inversely  n  =  ^(/').     Suppose  that  z  =  Re**,  then 
if  we  take  m  to  be  a  large  integer  such  that  r/i  —  1  <  \ft  (R)  ^  m,  we  have 

logF(2)=  S  /t,log2-  1  /!„ log <^ (/?,)+  2  ixjogll  +  -"   +  2  /i«log(l  +  -). 

We  carry  out  our  analysis  in  a  manner  which  depends  exactly^  upon  the  argument 
previously  employed  in  the  corresponding  case  for  non-repeated  functions. 
We  have  at  once,  in  the  limit  when  ^  =  oo  , 

logF(2)  =  log2"'2V.-"'2V«log<^(n)  +  "s    |  (-r'^'^'W  +  |    2^-^^^. 

Now,  if  5  be  positive, 

S  ^.<^'(«)  =  ]^,i.<f>'{n)dn  -  ^^^<f>'{'n)  .  .  .  +  {-Y  ^^,  ^^,  p.,<f>'{m)  +  .  .  . 

where  y,  is  a  constant  depending  on  5  and  on  the  forms  of  /x»  and  <^  (n). 

We  call  y,  the  s^^  Maclaurin  integral  limit  for  /jl„  and  <^  (71).  If  5  be  negative,  the 
previous  expansion  will  hold,  but  in  this  case  y_,  =  00  ,  and  the  constant  term  vanishes. 
Again  we  have 


iii-l  rm 

2  /Li»  log  4>{n)=      11^  log  <l>  (n)  dn  —  J  fi^  log  ^  (w)  +  . 


and 

«!/"  =  J/"  '^^  -  ^^"  +  •  •  •  +  (-)'  §rr2i  5;;;^  '*"  +  ••  • 

VOL.   CXOIX. — A.  3   Q 
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We  shall  find  it  convenient  to  put 

I  ^^  dn  =  X  i^n),     so  that     J   fi,  dn  =  x  (.9.))  =  —  M  (say). 

And  now,  if  the  limiting  values  when  /:  =  oo  of  the  sunnnahle  divergent  series  Ije 
taken, 

log  F  (c)  =  log  ^    I  /x,  dn  +  M  -  i/x,, 

fi„  log  4,  (n)  dn  +    "  log  <f>  (m) 

To 

.     V  <:zy  •>  rr    f^iL'! H-^ 

The  last  term  vanishes  as  for  the  corresponding  case   of  non-repeated   functions. 
After  reduction,  we  have 

log  F  (?)  =  log  J    j  /*„  f??i  +  M    —  f  fji„  log  <f>  («)  <hi 

/x«  log  ^  (n)  dn  -\-  2   -/       /a,^"  (/')  dn 


The  last  integral 

sin(/.'  +  1)<^ 


If  then  we  put  log  Fo  =  j  'fiAog<f>{n)da,     F^  =  —  j  iL,4'{n)dn,  so  that  F„  and 

F,  may  he  called  the  zero  and  5^''  Maclaurin  constants  for  /x«  and  ^  (n),  we  shall  have 
the  asymptotic  approximation 
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§  n.  Consider  now,  as  an  application  of  the  general  fbrnnila  just  obtained,  the 


asymptotic  expansion  of  IT 


(I  +  ^p  I        ,  where  o-  and  />  are  real  positive  quantities 

70 

such  that  2  n''~^  is  converjijent,  and,  tlierefore,  such  that  /)  >  cr  +  1. 
With  our  former  notation 


1 


«r+l 

t   P 


The  constant  (j^^  arises  from  tlie  asymptotic  equality 
and,  therefore,  M  =  —  x(i/o)  =  ^(—  <^)- 

(y.  

fl„(f>'{7i)  (hi  =    —  ^(—  /)6-  +  0-). 

The  constant  yg  arises  from  the  asymptotic  equality 

S  ^  n'  log  /.  =  Iji'  leg  71  (Zn  -  "^  log  m  +   2^  ^^  '_^  ^^  ,/^,^,,,.  ('»'  log  m). 

ry.. 

We  may  readily  show  that      n''  log  ii  dn  =  ^'  (—  cr). 
For,  as  has  been  stated,  for  all  values  of  ,v, 

If,  then,  we  })ut  .s  =  o-  4-  ^  Jmd  expMiid  each  term  in  p<jwei-s  of  t,  we  may  equate 
coefldcients  of  similar  powei-s  in  the  identity.* 

If  we  ecjuate  coefficients  of  the  fii-st  power,  we  find 

^  ^""^  -  -  ..?.    n"    -  m--  L(l  '-y  -  i-a\  -  2,,,'  ^^S  ^  +  ,?„  "27T2r  Jm^'^'    m'    ' 
*  Compare  the  process  carried  out  in  g  27  and  30  of  the  "  Theory  of  the  Gamma  Function." 

3  Q  2 
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or,  changing  a-  into  —  o-j, 

S^7iMog7i  =  j   nMog7icZn-£'(-(r)-^2-logm+  ^^  ^-f^sf  rf^^^' ^^^  ""*' 

Thus 

n*'  log  ndn  =  ^  (—  <r\ 

We  have,  therefore. 

The  last  integral  is  equal  to 

[4>{.m)'\p  _  _      

I  <'  +  l"^--*  \       ^        -^   s+- 

P     _1 


+  1     ,  o-  +  l"^.=_,  1       z       J        .   <^_+l 

^(?/i)J     ""  T      7+~i  (7+1 


[it  (7/1)]    P  TT 

<r  +   1  TT.  <r 

sm '■ —  •- '  >    '-^  sm  TT . 

p  p 


Thus  we  have  the  asymptotic  expansion 

fi[('+i)">^"-'^'-'*"-'^"""- 


<T+l 

n  . 

^^  .      IT.  <T+1  •--?-: 

P«+<r)  +  Bin «'+  1  , 

p 


We  note  that  the  first  term  of  this  product  vanishes  when  cr  is  an  even  integer. 
§  78.  It  is  now  possible  to  write  down  the  expansion  of 


^[hm- 


where  /x„  is  algebraic  and   of    the  form  a^  n'  +  ci^  ^''  +  cr.<j  n'*  +  •  •  •  ,  in    Avhich 
o-  >  o-^  >  o•.^  >  ... 

For  such  a  function  is  merely  the  product  of  the 


a,^»' power  of  n[^(l+^,y'  ], 
the  a^*^'  power  of  n  U  1  +    J       ,  and 


so  on. 


Digitized  by 


Google 


MR.  E.  W.  BAENES  ON  INTEGRAL  FUNCTIONS.  485 

We  note  that  the  constants  which  enter  will  be  expressible  in  terms  of  the 
coefficients  of  fi,,  and  values  of  the  Riemann  ^  fiinction. 

We  might  now  investigate  the  asymptotic  expansion  of  a  repeated  function  of 
finite  order  less  than  unity  with  algebraic  sequence  of  zeros  of  the  type 


«■='"[•+,!;.+?.+•■•] 


where  the  quantities  c^,  €o, .  .  .  are  real,  positive,  and  in  ascending  order  of  magnitude. 
The  analysis  is,  however,  such  an  obvious  extension  of  the  corresponding  result  of 
Part  III.  that  it  may  be  at  once  supplied  by  the  reader. 

Repeated  Simple  Functions  of  Finite  Non-integral  Order  greater  than  Unity. 
§  79.  We  next  consider  the  asymptotic  expansion  of  the  function 

where p  <  p  <  p  -^  \,  and  p  is  such  that 

S  — ^  is  convergent,  and  %  —~  divergent, 

when  c  is  a  small  real  positive  quantity. 

The  analysis  is  an  obvious  modification  of  that  employed  in  §  66. 

We  find  F  (z)  =  F„  «"  e-^<^>  ^ Jl/-r.'    '  ,  where  ci„  =  <f>  (n),  x  (m)  =  |V«  ^'^ 

»H-l  rm 

n=l  J 

i-1  rm 

2  p.^  log  ^  (n)  =      pn  log  ^  {n)  dn  —  log  Fq  —  ^  /Lt«  log  ^  (m)  +  .  .  .  , 
"sV-f  (")  =  fVf  («)^w  +  F,-^/i„<^"(m)+  .  .  .  {s  =  -p,-{2y-l), .  . .-  I,  1,  2, . . .  00  ), 

n=l  J 

and  fiz)  =  U  i  \\  [^  (-.  e-m  "^^^^  <H- 

§  80.  As  an  example,  we  may  consider  the  function 

*  V i  "vXi^^         P     I  /     -  \'""1  o" -4- 1  o" -f- 1 

F  (c)  =  n    f  1  +  -A   e'*""  ,„i,  m  \-  ,i^)     ,  where  is  not  integral,  and  p<     ^    <i^+ 1- 

Tlie  order  of  the  function  is . 


m-l 
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We  have 

log  Fq  =  —  S  T  n""  log  /^  +  j  T  n*"  log  n  dn  —  ^.^  /i^  log  //  +  ..*=  t  £'  (o-), 
-F,=  -C(-^+o-). 

«r+  1 

z 

And,  as  in  §  77, /(z)  =  --^-^^  _^       •        ;     • 

Sin    -—  ^ 

T 

Thus  the  asymptotic  expansion  of  F  (z)  may  be  written 

Note  that  C  (0)*  =  -  i,     T  (0)t  =  -  ^  log  2ir. 

Hence,  when  o-  =  0,  r  =  -,  we  get  the  asymptotic  expansion 


-^-^logo. 


eai»»rp  2p'  ,^_p 


which  agrees  with  the  expansion  of  §  65. 


Simple  Repeated  Functions  of  Finite  Integral  Order, 

§  81.  It  is  obvious  from  the  investigations  of  §§  70-73  that  the  asymptotic  expansion 
obtained  in  §  79  for  11     ( 1  +      )   ^'mii  '"^"  '*-^      ,  wliere  />  <  p  <;>  +  1  and  p  is  such 

tliat  2    yVe  IS  convergent,  and  S  — ^  divergent,  will  hold  in  tlie  hmit  when  p  =-  p, 

I)r()vided  that  in  any  terms  which  become  infinite  we  reject  the  infinite  part  and 
keep  only  the  corresponding  finite  expression  found  by  applying  the  usual  methods  of 
the  calculus  of  limits  to  the  subsidiary  Fourier  and  Maclaurin  series.  Consider,  for 
example,  the  function 


The  asymptotic  expansion  obtained  previously  was 


(J  4-   1 

e      -^      =jK 


*  "  Theory  of  the  Gamma  Function,"  §  27. 
t  IbuL,  §  30. 
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4-  C  T 


Now,  when        -   =  ^>  =  an  integer,  —. — ^~.t  2:  ^   becomes  infinite. 

•7-  *  *^  .      TT  vo"  -hi) 


We  have  then  to  substitute  a  corresponding  finite  expression  derived  by  proceeding 
to  the  limit  in  the  infinite  terms  of  the  subsidiary  Fourier  series.  When  -  is  not 
integral,  the  series  and  its  equivalent  value  are  given  by 

*•  M  +  .  -5    1  —  .  sm  TT 

V     ^  1  +  o-y  \  1  +  <r/  T 

When        is  integral,  this  series,  omitting  the  term  for  which  s  =  in  the  second 

summation,  is  equal  to  the  finite  })art  of 


(-)    '    € 
when  €  =  0  ;  that  is  to  say,  it  is  equal  to 

^      ^  \  ^  1  -h  o-/         1.  -h  o- 

We  thus  replace 


TT 
TT 


sm 

T 


TT  ;£   T  (_  2:)  T       [  T       1 


Again,  since  a  is  a  positive  integer,  the  only  term  of  the  form 

2{—  0-  —  T6')i?=  —  p,  .  .  .    —  1,  1,  2,  .  .  .   QO 

which  becomes  infinite  is  that  for  which  s  =  —  p. 

This  term  is  ^  (+  1),  which  arises  from  the  Maclaurin  series 

IM  =  [« W  +  dr,  •  ,„H..- 2';.  +  •  ■  •  = '"8"' +  ^  -  2',,,  + 

We  have  already  taken  account  of  the  substitution  of  log  tw  for  ,         .        . ;  we  need, 

•^  "  1   —  .S       7/1*    * 

therefore,  only  noplace  4(+  ^)  ^7  7- 

We  hnve  then  tlie  asymptotic  exi)ansion 
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<r-H 

=  ^<-'>  exp  [rr  (-  cr)  +  ''-- Jf  {log  z  +  yr  -  ^  ^  J 


^.  I'  (-J:'JLi<'-i^'\ 


•=1 


in  which  —  and  a-  are  both  integers,  and  is  the  '*  genre  "  of  the  function. 

It  is  interesting  to  notice  that  the  constants  which  enter  into  the  asymptotic 
expansion  of  this  very  general  function  are  all  values  of  the  Riemann  £  function. 

§  82.  When  r  =  I,  the  function  is  to  an  exponential  factor  an  important  fimction 
which  I  have  proposed  to  call  the  cr-ple  G  function.  These  G  functions  are  derived 
from  the  multiple  Gamma  functions  by  the  coalescence  of  the  parameters.  The  theor}^ 
of  the  simple  G  function  has  been  developed  elsewhere*  in  the  second  of  a  series  of 
papers  on  Gamma  functions. 

In  that  development  I  took 

G(2+l)  =  (2irpi'~~^""5-  n    / 1  +  J  e-'^^\ 
and  obtainedt  the  asymptotic  expansion 

log  G  (3 + 1) = ,^  -  log  A  + ;  log  2n  4  (I  -  a)  log  ^  -  "Y + 1  ^- V +^-;'^. 

where  A  is  the  Glaisher-Kinkelin  constant. 

Putting  a-  =:  T  ^  1,  the  asymptotic  expansion  which  we  have  obtained  for  the 
same  function  in  the  present  paragraph  is 

-log27r~       ^^---  — +  ^-.i)logz+  ^  log^+  ^2 4 


Now  J 


C(-i)=-tV.    C(o)=-i 

C  (—  .^  —  1)  =  0,  when  s  is  odd,    - 
and  =^-]^~l^^\whens  =  2t. 

*  *  Quarterly  Journal  of  Mathematics/  vol.  31,  pp.  264  et  seq. 
t  Ibid.,  §  15.  }  Ibid.,  §  23. 
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And,  since  A  is  given  by  the  identity, 

2  n  log  n  =  log  A  +  ( 9"  ■^■  "i~2 )  ^^S  ^  ""  T  +  t^^^s  which  vanish  when  m  is 

infinite,  we  have  log  A=  —  £'(— 1)  +  -i^j. 

Thus  the  asymptotic  expansion  of  the  present  paragraph  may  be  written 

■J5-logA+  2  log2ir  +  (y--,\jlog«~    - 

We  thus  obtain  a  valuable  verification  of  our  results. 

Repeated  Simple  Integral  Functions  of  Transcendental  Index. 
§  83.  It  is  obvious  that  such  a  function  as 

n=ll_\  ^n/  _ 

is  of  infinite  order  when  a^  is  algebraic. 

If,  however,  a^  is  of  the  same  order  as  e**,  the  order  of  the  function  is  finite,  and  can 
therefore  be  expanded  in  the  neighbourhood  of  infinity  by  our  methods. 

We  shall  take,  as  an  example  of  repeated  functions  of  transcendental  index,  the 
product 


n 

n=l 


This  function  is  of  order  p,  greater  than  or  equal  to  unity. 

Suppose  first  that  p  is  not  an  integer,  so  that  p  is  the  integer  next  greater  than  p. 
'i  hen  without  former  notation 


And 


>»-  *  Cm  £pq» 

2  e^  =     e'^"  dn  +  M  —  —  +  .  .  . 
"^t  ^^"  qn  =  f "e^^"  qn  dn  —  log  F^  —  ^  e^'"  qm  +  .  .  . 

w=l  - 

w-l  fm  eP+*9» 

2  e^^'^'*  =     e^^  +  ')^"  dn  —  F, z—  +  .  .  . 

f(z)  =  -^-  eP^ e^^  +   „  ef^  +2        — -—  , 


where  we  take  the  limit  when  A;  =  00  of  the  summable  divergent  series. 
VOL,  cxcix. — A  3  R 
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Thus 

m  ^  Hi  _  ^  +  1  + 1  |.  [•(-)::!  f^-yi  _  \  i'  \i-ri .  f «-yi 

Therefore  ^  /^x  _  _?_^_! 

^  ^  ^       j)q  sin  Tiy  * 

Again,  M  is  given  by 

if^='*  +  HV[^-i+,J.4TT^] ('). 

aTO 

=  M  +  —  .  ~-^^ ,  when  a  =  pg'. 
Thus  j^  _      e''* 


1  -  «w  * 


Also  —  F,  IS  given  by  putting  a  =  p  +  sq'm  this  same  expansion. 
Thus  —F  =  — •'?- 

Again,   by   substituting   a  +  c   for   a,    expanding  in   power  of  e,  and    equating 
coefficients  of  the  first  power  of  e  in  the  asymptotic  identity  (1),  we  readily  find 

-logFo  =  g^ 


(l-eH)2- 
If,  then,  p  is  not  an  integer,  we  have  the  asymptotic  expansion 

§  84.  Suppose  next  that  p  is  an  integer — ^so  that  p  =  p.     The  analysis  will,  of 
course,  be  slightly  more  complicated. 
The  constant  F.;,  will  be  given  by 


or 


*=p  l  »=i  J       J 

m  —  I  =  m  —  ^  —  F.^,  so  that  F.^^  =  j^. 
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And  we  shall  have 


p/(z)  _hgz  _  ^    . 
eft"  q  pq 


the  double  dash  denoting  that  the  terms  for  which     _  ^    >  are  to  be  omitted. 
We  therefore  have 

+][(-)'(i)'iog(^)-;-iog(,^)]. 

Therefore  y(„  =  (=!',,,„,,_  <^,,. 

We  thus  have  the  asymptotic  expansion 

We  have  now  given  examples  of  the  asymptotic  expansions  of  repeated  simple 
functions  with  transcendental  index  in  the  cases  when  the  order  is  or  is  not  integral. 

And  it  is  evident  that  such  examples  might  be  multiplied  indefinitely.  In  the 
more  complex  cases  the  difficulties  of  the  analysis  will,  no  doubt,  be  very  great ;  but 
such  difficulties  in  no  way  invalidate  the  theory  which  has  been  developed. 


Part  V. 
Applications  of  the  Previous  Asymptotic  Expansions. 

§  85.  We  proceed  now  to  consider  some  applications  of  the  previous  theorems  to 
such  questions  concerning  integral  functions  as  have  been  raised  in  the  Introduction 
to  the  present  paper. 

In  the  first  place,  a  knowledge  of  the  asymptotic  expansion  of  a  function  serves  to 
determine  the  number  of  roots  which  it  possesses  inside  a  circle  of  given  large  radius. 

Let  us  consider  the  simple  example  of  the  Gamma  function,  for  which  we  have  the 
asymptotic  equality 

r (.)  ^  (^tt)  H'  * exp  \yz  +  i^ :^-^^^  -^-,  ,.71}  ' 

3  R  2 
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in  which  the  terms  neglected  on  the  right-hand  side  are  of  lower  exponential  order 
than  those  retained. 

By  Cauohy's  theorem  the  number  of  roots  N  within  a  circle  of  given  large  radius 
r  is  determined  by 


the  integral  being  taken  round  the  circle  in  question. 

Now  we  may,  to  terms  which  vanish  exponentially  with  - ,  substitute  for  r  (z)  its 

value  given  by  the  asymptotic  expansion.     And  this  expansion  is  valid  for  all  values 
of  z  for  which  —  tt  <  arg  z  <  ir.     It  is  also  valid  right  up  to  the  two  limits  of  arg  2j, 

provided  the  circle  on  which  z  lies  passes  between  two  consecutive  zeros  of 


r(.) 


If,  now,  z  =  7'e**,  we  have,  to  terms  which  vanish  exponentially  with  - 1 


N 


=ia-'+'^-'°«'-^-+,!/i^'^:'1- 


de. 


Now 


-^-Ir^'-'^f^^'lr-S-."''] 


=  "27  {ire''  +  ire—} 


=  r. 


Therefore,  to  terms  which  are  ultimately  exponentially  small, 

N  =  r  +  i. 

Of  course  we  know  independently  that 
the  number  of  roots  is  the  greatest  integer 
less  than  r.  And  the  entrance  of  the 
term  ^  might  have  been  predicted  d,  ptioriy 
for  when   the   circle   of   radius  r  passes 

through  a  zero  of  i;—t  we  jump  from  —  ^ 

to   +  i  as  we   integrate   round  a   small 
circle  enclosing  this  zero. 

§  86.  It  is  interesting  to  notice  that  the  analysis  verifies  itself  in  the  same  way  for 
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the  function  F  (z)  =  n     1  +  "„  L  which,  by  a  change  of  the  independent  variable, 

reduces  to  Lambert's  function. 

For  this  function  we  have  obtained  the  asymptotic  expansion 

log  F  «  =  i  (log  tf  _  i  log  ^  +  ^  +  5  !-- J'A 
Therefore|lc«FW=>^-l  +  _i<^^. 

The  number  of  roots  within  a  circle  of  radius  /•  is,  therefore,  to  terms  which  are 
exponentially  small  when  r  is  large 

L  \'S^r  ''  ^"'*  +  -7'  (^^  -  i)}  '''"  '^^  =  l^g  '•  -  *• 

Since  the  function  has  no  zero  at  the  origin,  we  should  have  predicted  the  occurrence 
of  the  term  —  ^. 

§  87.  We  may  now  prove  that,  if  the  dominant  term  of  the  zero  of  an  integral 
function  is  algebraic  and  such  that  the  zero  is  of  non-integral  order  p  (where  p  is 
neither  zero  nor  infinite,  but  greater  or  less  than  unity),  then  the  number  of  roots  of 
the  fiinction  within  a  circle  of  large  radius  r  is  to  a  first  approximation 

sin  Trp ,        ,  ,  V 
— I     log  il>  (r). 


where  ^  (r)  is  the  maximum  value  of  the  modulus  of  the  fiinction  on  the  circle  in 
question. 

There  are  two  cases  to  be  considered  according  as  p  is  greater  or  less  than  unity. 
We  take  the  former,  the  argument  will  hold  in  detail  for  the  latter  by  changing  p 

into  — . 
P 

Let  F  (z)  be  the  function  in  question  ;   then,  under  the  conditions  enunciated, 
log  F  (z)  is  equal  to    .      -  z'*  +  terms  of  lower  order. 

Hence  N,  the  niunber  of  roots  required  is,  to  a  first  approximation,  given  by 

N=r     7^-7^(3^'*tde=r-  =  '-"^log<^(r). 

We  thus  complete  and  prove  Borel's  intuition. 

§  88.  When  p  is  an  integer,  the  preceding  theorem  ceases  to  be  valid.     But  we  can 

now  prove  that  the  number  of  roots  to  a  first  approximation  is  — . 
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For,  the  same  conditions  still  being  supposed  to  hold  good,  log  F  (z)  has  to  a  first 
approximation  been  proved  to  be  equal  to 

( —  z)p  log  z  +  {—Y"^     +  - — - — -  zP  +  lower  terms. 
And  therefore 

-,  log  F  (z)  =  {'-^y  pzP'"^  log  z  +  lower  terms. 

Hence,  to  a  first  approximation, 

N  =  -  -  r  p  {^y  e^'^  r^  [log  r  +  16]  idd 

=  (^ry^{'   e^^ed0  =  rP  =  ^^^^'^-, 

^  '    27r  J «,  log  r 

which  establishes  the  theorem  in  question. 

§  89.  In  the  two  preceding  paragraphs  we  have  assumed  that  we  were  dealing 
with  non-repeated  fiinctions. 

From  the  analysis  of  Part  IV.  it  is,  however,  evident  that  the  theorems  hold 
in  toto  for  repeated  fiinctions,  the  order  being  that  which  has  been  assigned  to  such 
functions. 

We  cannot,  of  course,  attempt  to  prove  the  theorems  for  fiinctions  of  multiple 
sequence  until  we  have  investigated  the  corresponding  asymptotic  expansions. 

§  90.  We  may  next  write  down  a  number  of  theorems  relating  to  two  or  more 
integral  fiinctions. 

It  is  obvious  that  the  sum  of  two  or  more  integral  functions  of  simple  sequence  is 
an  integral  fiinction  of  order  equal  to  the  largest  order  of  the  component  integra^ 
functions.  We  may  replace  additive  signs  by  those  of  subtraction  if  the  two 
component  fiinctions  of  largest  order  are  not  identically  equal.  The  large  zeros  of 
the  compound  expression  are  to  the  first  order  of  approximation  equal  to  the  large 
corresponding  zeros  of  the  component  function  of  largest  order. 

The  product  of  two  or  more  integral  functions  of  simple  sequence  is  an  integral 
fiinction  of  order  equal  to  the  largest  order  of  the  component  integral  fiinctions. 

The  number  of  zeros  of  the  equation 

h^  (z)  Fi  (z)  +  h,  (z)  F,{z)  +  ...  +  h„  (z)  F„  (z)  =  0, 

where  the  F's  are  integral  functions  of  simple  sequence  and  the  h's  algebraic 
polynomials,  within  a  circle  of  large  radius  is  ultimately  to  a  first  approximation 
equal  to  the  number  of  zeros  within  that  circle  of  the  fiinction  of  largest  order. 

§  91.  The  expansions  which  have  been  obtained  may  be  utilised  to  give  a  proof  of 
Borel's  extension  of  a  theorem  due  to  Picard.* 

*  PiCARD,  *  Annales  de  TJEcole  Normale  Sup^rieure/  2  ser.,  t.  9  (1880).  Borel,  *Acta  Mathematica,' 
t.  20,  pp.  382-388. 
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The  identity 

2  0.(2)  (?«.<■->  =  0, 


t  =  l 


in  which  the  G's  are  integral  functions  of  simple  sequence  of  any  finite  or  zero  order 
not  greater  than  some  number  p,  and  the  functions  H,  —  H^  are  polynomials  of  order 
greater  than  p  or  transcendental  integral  fimctions,  necessarily  involves 

G,{z)  =  G,{z)  =  ...  =G.(^)  =  0. 

Since  the  identity  holds  for  all  points  in  the  plane  of  the  complex  variable  2,  we 
may  consider  it  in  the  neighbourhood  of  2;  =  00 . 

Suppose  first  that  the  G's  are  fimctions  of  simple  sequence  of  non-integral  finite 
order. 

If  p^  be  the  order  of  G^  («),  we  shall  have  near  2;  =  00  the  identity 


Se-SH^     ^...^..,w_  Q^ 


1=1 


where  we  have  neglected  in  each  term  terms  01  lower  exponential  order  than  those 
retained. 

The  identity  will  hold  for  all  values  of  arg  z  such  that  z  is  not .  within  a  finite 
distance  of  the  zeros  of  the  G's. 

The  functions  H  (z)  by  hypothesis  cannot  be  equal  to  one  another.  As  z  tends  to 
infinity,  one  of  them  must  become  infinite  to  an  order  which  exceeds  the  order  to 
which  all  the  others  become  infinite  by  a  quantity  of  order  greater  than  z^. 

The  corresponding  term  (say)  Gj  (z)  e"»^*^  is  then  infinite  to  an  order  greater  than 

the  order  of  any  other  term  of  the  identity  %  G,{z)  e"*^*^  =  0. 

Since  e"^'^  cannot  vanish,  we  must  then  have  Gi  (2:)  =  0. 

The  same  argument  may  now  be  applied  to  the  identity  S  G^  (2)  c"*^'^  =  0,  and  it 

1=2 

may  be  proved  successively  that  all  the  functions  G  vanish. 
And  thus  the  theorem  will  be  proved. 

When  any  of  the  quantities  p  are  integral,  a  suitable  modification  of  the  formulae 
in  accordance  with  §73  shows  that  the  theorem  is  still  true.  When  the  G's  are 
repeated  functions,  a  corresponding  modification  again  establishes  the  theorem. 
When  the  functions  G's  reduce  to  constants  c„  so  that  p  =  0,  the  theorem  is  still  true, 
the  functions  H  being  unequal 

§  92.  We  pass  now  to  the  consideration  of  the  resemblance  between  an  integral 
function  of  simple  sequence  and  its  derivative. 

And  I  would  remark  that,  in  the  same  manner  as  Rollers  theorem  is  proved,  it 
may  be  established  that  the  real  zeros  of  such  a  fimction  with  real  coefficients  are 
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separated  by  zeros  of  its  derivative.  [It  cannot,  however,  be  proved  that  the  derived 
ftinction  has  not  other  real  or  a  (necessarily  even)  number  of  other  imaginary  zeros.] 
This  theorem  I  shall  not  prove,  as  it  is  not  connected  with  the  main  developments  of 
the  present  paper.  We  proceed,  however,  to  show  that  such  developments  complete 
and  to  some  extent  verify  this  extension  of  Rollers  theorem,  and  that  incidentally 
they  furnish  many  criteria  as  to  the  nature  of  the  derivative  of  a  given  integral 
function.  j 

§  93.     Let  us  consider,  as  an  elementary  example,  the  fimction  of  genre  zero  and  ] 

order  — ,  i 


P,(«)  =  il  fl  +  fl,  where />>!. 
We  have  the  asymptotic  equality 


p 


P,(2)  =  (27r)"='z-»exp. 


^      .       -   ,_».-i- 


i^X  ^-^ZTII^P^' 


sm  -  '=* 

P 


Remember,  now,  that  it  has  been  proved  in  Part  II.  that  we  may  differentiate  an 
asymptotic  equality  of  this  type,  and  we  obtain 

'  P,(.)  =  (2.)-:-.-*exp  r   -J-^.  .  .\l-^^'i^--l-  + 


,^,-PV-/        v-"/  "^jain!r        '  ^i„.•.'^''         2z 


}(    tr      bJ'        1 


=  (27r)"z"       -  zT  exp  J zp  •\-  .  .  .  [  together  with  terms  whose  ratio  to  the  terms 

sin  —  I  sin  —  f 

P  ^      P 

retained  tends  to  zero  as  1 2;  |  tends  to  infinity. 
From  this  expansion  we  see  that 

(1)  Pp'  (z)  is  of  the  same  order  as  Pp  (2;), 

(2)  The  zeros  of  Pp'  (z)  are  such  that,  when  n  is  large,  we  have  with  the  usua 

notation  a^  =  n**  +  (/>  "*  l)n'*"^  +  lower  terms. 

Not  only  so,  but  theoretically,  by  finding  successive  terms  in  the  expansion  for 
Pp'  (2:),  we  ought  to  be  able  to  determine  the  form  of  its  v}^  zero  as  nearly  as  we 
please.  Practical  difficulties  will,  of  course,  arise  when  we  come,  in  the  asymptotic 
expansion,  to  a  term  which  arises  from  a  transcendental  term  in  the  n^  zero  of  Pp'  (z). 

Note  that  the  formula  for  a«  may  be  readily  verified  when  p  =^  z. 

For  nri+^l=""^y^ 

n=l  L  "J  Tv/Z 

and.  therefore,      P^'  (z)  =  ^  «°«^  '^^-  -  ^  ?L°  Wf  =€^-.  ff  aaymptoticaUy. 
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The  large  zeros  of  P/  (z)  are  approximately,  those  of  cosh  tt^/z,  and  the  latter  are 
such  that,  with  the  usual  notation,  a«  =  n^  +  n  +  i- 

We  notice  that  the  general  form  of  a«  given  above  shows  that  the  large  zeros  of 
Pp  (z)  separate  and  are  separated  by  those  of  P/  (z),  a  fact  which  agrees  with  the 
extension  of  Rolle's  theorem. 

§  94.  From  the  preceding  exainple  it  is  now  evident  that  we  are  in  a  position  to 
prove  that,  for  all  the  types  of  integral  functions  of  which  asymptotic  expansions 
have  been  obtained  in  this  memoir,  the  order  of  the  function  is  equal  to  the  order  of 
its  derivative.  And  not  only  so,  but  we  are  theoretically  in  a  position  to  determine 
as  nearly  as  we  please  a  formula  for  the  (large)  n^  zero  of  the  derivative.  It  would 
be  tedious  to  consider  in  turn  all  cases  which  can  arise  :  we  will  take  one  or  two  as 
typical  of  the  rest. 

As  an  immediate  corollary  of  the  preceding  example  it  may  be  seen  that  the 

derivative  of  a  simple  non-repeated  function  of  order  -  less  than  unity  with  algebraic 

zeros  of  the  type  a^,  =  n**  +  On/""^  +  •  •  •  is  a  similar  function  of  equal  order,  whose 
zeros  are  typified  by  6^  =  n^  +  {0  +  />  —  !)  ^'*""^  +  •  •  • 

§  95.  As  a  suggestion  of  the  possibility  of  extending  the  expansions  of  Parts  III. 
and  rV.  let  us  next  write  down  the  first  few  terms  of  the  asymptotic  expansion  of 

P  (a  +  «)  =  log  H    ( 1  H 1  c    *»     "  *        p^''      ,  where  a  is  any  quantity  of  finite 

modulus,  and  a«  =  ^'''  [l  +  ^j^  +  ^.  +  •  •  •]  • 

The  expansion  will  be  (§  68) 

(.+.<.).- Hog  (.  +  «)- i  log  2, +  _f;i^  f(-1-) 

sm  TT/) (1  -  63)  ^     '      '  s^^ps{z  +  ay     V  '        Kh"  •/ 

and  may  be  transformed  into 

^  -i^logz-.  I  log  2n  +  i'  ^^  f(^)  +  -^^  z-' 
2     °  2/>     ^    -       '  ,=.-p     ssf         \  p  /        sm  irp 


sin  wp 

sin-! 
smirpi 

Bin  IT  c 


smirp 

(f 

sm  irp 


sinirp  ^    z  '    \      /  \        p  J 
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sin  TT/)  (1  —  €i)  sin 7r/j(—  e,)  t^  •  •  • 

"•■  2  ^   Bin  wpil  -  2€i) '  "T  2  sin  ,r/>  (1  -  2ei)  "^ '  '  " 

-    •       Tl''       N  ^'"--^  +    ^'  ^'  ZL  .  ;  I-  l^-) 
Sin  Tr/)(1  -  €2)  ,=-p     «;"         \^'         &i,  J^ .  .  ./ 

-4'm::::)+<-)'^-«4'-^^m,:::)+--'- 

By  the  employment  of  extended  Riemann  ^  functions  of  parameter  a,  it  is  impossible 
to  give  a  form  of  this  expansion  which  shall  include  all  powers  of  a,  analogous  to  the 
expansion  of  log  F  (z  +  a),  which  involves  Bernoullian  functions  of  a  as  coefficients. 
For  brevity  we  content  ourselves  with  the  preceding  first  approximation. 

§  96.  By  differentiating  the  expansion  for  log  P  (2;),  given  in  §  68,  we  have  at 
once,  as  is  evident  by  the  preceding  paragraph, 

F{z)         Binwp  2z  '    \     /  \   P    I 

sin  7rp(l  —  e^)  sin  irp{\  —  eg) 

+  (_),.,-.z (p. -p, ;;;;-;). 

Thus  the  asymptotic  expansion  for  log  P'  (2:)  is  given  by 

^  +  (P  -  I )  %  -  t  %  2.  +  lc«  ^^  +i!^  F  (^) 


Sin  TT/J 


_   "HJ^ 2Pa-^)  4.  />(f>+l-2p6i)  ,    J  TT (,_fc,, 

sm  irp  (1  —  ej)  2  ^   sm  Trp  (1  —  c^) 

+    S'^""i"'zf/>,5;  '^'^'•••)-zfo;  !^'J-"W  terms    involving   positive 
^firactional)  powers  of  1/z. 

Thus  —  P  (2^)  is  a  function  of  the  type 

where6,,  =  n>/'>[l  +  ^  +  '^  +  .  .  .]- n'/^  [^  +  higher  powers  of -^j  • 

Thus  the  differential  of  an  integral  function  of  order  />  (>  1),  where  p  is  not 
integral,  is  itself  an  integral  function  of  order  p  whose  n^  zero,  when  n  is  large,  will 
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differ  from  the  corresponding  zero  of  the  original  function  by  the  term  —  ^i_,r  > 

together  with  terms  involving  lower  powers  of  n. 

In  an  exactly  similar  manner  it  may  be  proved  that  the  fimction  R'p  (z)  admits 
an  asymptotic  expansion  of  which  the  dominant  term  is 

(_)P^(-.y^-.-»/2  exp.  {{-y-'j  +  log  log  ^  -  ^  log  2n  +  J^/-^  F  (y)}  > 

80  that  R'p  (z)  is  of  integral  order  p. 

The  term  log  log  z  in  the  exponential  just  written  down  shows  that  we  shall  come, 
sooner  or  later,  to  a  transcendental  term  in  the  expansion  of  the  w'^  zero  of  R'p  (z). 

Similarly  the  theorem  may  be  established  for  the  general  simple  non-repeated 
function  of  finite  integral  order. 

As  regards  the  application  of  the  same  methods  to  simple  repeated  fimctions  it  is 
only  necessary  to  notice  that  corresponding  to  a  zero  k  times  repeated  of  the  original 
function  there  will  be  a  zero  (i  —  1)  times  repeated  of  its  derivative. 

§  97.  We  have  now  to  consider  whether  the  derivative  of  an  integral  function,  all 
of  whose  roots  are  real,  can  have  zeros  other  than  the  real  zeros  which  by  the 
extension  of  BoLii^E's  theorem  separate  the  roots  of  the  original  function. 

For  this  purpose  let  us  consider  the  difference  between  the  number  of  roots  of  P  (z) 
and  of  P'  (z)  within  a  circle  of  very  large  radius  r. 

This  number  will  be  N  =  ^^  f  j|  log  P'  (z)  -  £  log  P  {z)\  dz 

led  P'  (z\ 

=  ^  I  T-  log  ]^7tC?2;,  where  the  integral  is  taken  round  the 

circle  in  question. 

Now  by  examining  the  various   cases  which  can  arise,  it  may  at  once  be  seen 

that  the  asymptotic  expansion  of  j  log  ~ .  -  is  given  by  (p  —  1 )  log  z  +  terms  which 

vanish  when  \z\  =  oo ,     Therefore  to  a  first  approximation  we  have  N  =  p  —  1. 

If  then  the  function  P  (2;)  is  of  genre  jp,  its  derivative  can  at  most  have  only  p  zeros 
besides  those  demanded  by  the  extension  of  Rollb's  theorem. 

And  therefore  when  p  is  odd,  P'  (z)  can  at  most  have  only  (^  —  1)  imaginary  roots.* 
In  particular  when  P(2;)  is  of  genre  0  or  1,  'P' (z)  can  have  no  imaginary  roots,  t 

From  this  theorem  coupled  with  the  expansion  given  in  §  5  and  the  equality 

d  J,  (z)  _  _  J»+i  (z) 
dz    s^  2"      * 

♦  BoREL,  •  Fonctions  Entires,'  p.  44. 

t  Lagukrre,  *  (Euvres,*  t.  1,  pp.  167  et  seq. 
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we  see  that  all  the  zeros  of  "^^^ .  are  real  if  the  zeros  of  -^^  are  real — a  theorem 
due  to  Macdonald.* 

If  the  function  P  (z)  be  multiplied  by  an  algebraic  polynomial  with  real  coefficients 
whose  degree  is  q,  the  derivative  of  the  product  can  at  most  have  only  p  +  9  imaginary 
roots. 

§  98.  So  far  we  have  only  considered  integral  functions  whose  roots  are  aU  real  and 
negative.  If,  however,  we  have  an  integral  function  all  of  whose  roots  lie  along 
a  line  other  than  the  negative  half  of  the  real  axis,  a  change  of  the  independent 
variable  will  at  once  reduce  it  to  an  integral  function  all  of  whose  roots  are  real  and 
negative. 

If  then  an  integral  function  of  genre  p  have  all  its  roots  but  q  lying  in  a  sequence 
along  a  straight  line  through  the  origin,  its  derivative  will  at  most  have  p  +  ^  roots 
which  do  not  lie  along  this  line. 

§  99.  We  now  conclude  for  the  present  the  applications  of  the  expansions  which 
have  been  obtained.  There  are  many  questions  which  are  still  to  be  discussed — for 
instance : — 

(1)  Functions  of  infinite  order  ; 

(2)  Functions  of  multiple  sequence  ; 

(3)  Asymptotic  expansions  deducible  fi'om  linear  differential  equations ; 

(4)  The  rate  of  increase  of  the  coefficients  of  the  Taylor's  series  expansion  of  an 

integral  function  ;  and  so  on. 
Investigations  in  connection  with  each  of  these  questions  have  been  tentatively 
undertaken — notably  by  Borel,  Horn,  Hadamard  and  PoiNOARi:.     And  I  find  it 
possible  to  extend,  by  the  methods  of  this  memoir,  many  of  the  results  which  have 
hitherto  been  obtained.     But  such  investigations  I  leave  for  fiiture  publication. 


*  Macdonald,  "  Zeros  of  the  Bessel  Functions,"  *  Proc.  I^ond.  Math.  Soc.,'  vol.  29,  p.  575. 
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